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wherein Y' to Y* each independently represent any one of
the following groups:

N /N\ch S0 P /P\Ru

in which R* represents a hydrogen atom or a monovalent
hydrocarbon group; P* to P* each independently represents a
group of atoms necessary for forming a heterocyclic ring
together with each Y* to Y* and the two carbon atoms adjacent
to Y! to Y*, respectively; P> and P° each independently rep-
resents a group of atoms necessary for forming a cyclic skel-
eton together with the carbon atom to which Z' bonds or Z>
bonds; P! and P?, P? and P, PS and P*, P* and P?, P? and P°,
and P° and P may further combine with each other to form a
ring; Q' and Q* each independently represents a connecting
group or a direct binding; and Z' and Z* each independently
represent any one of the following groups;

—NRF,, —ORP, —SRF, —PRF,
in which RP represents a hydrogen atom or a monovalent

hydrocarbon group, and when plural RPs are present, these
plural RPs may be the same or different from each other.

12 Claims, No Drawings
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CYCLIC COMPOUND, ITS METAL
COMPLEX AND MODIFIED METAL
COMPLEX

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application is a divisional of U.S. patent application
Ser. No. 12/811,025, filed Oct. 6, 2010, which is a National
Phase Application of PCT/JP2008/066072 filed Sep. 5, 2008,
which claims benefit of priority from JP 2007-339371 filed
Dec. 28,2007. The above-noted applications are incorporated
herein by reference in their entirety.

TECHNICAL FIELD

The present invention relates to a metal complex and a
modified metal complex thereof. Further, the present inven-
tion relates to a macrocyclic ligand compound capable of
forming a complex.

BACKGROUND ART

Metal complexes act as catalysts in a redox reaction (redox
catalyst) involving electron transfer such as an oxygenation
reaction, an oxidative coupling reaction, a dehydrogenation
reaction, a hydrogenation reaction, or an oxide decomposi-
tion reaction, and are used in production of organic com-
pounds or polymer compounds. Further, the metal complexes
are used in various applications including additives, modifi-
ers, cells, sensor materials, and electroluminescence materi-
als.

Among these metal complexes, it is known that the metal
complexes including a macrocyclic compound as a ligand
form a stable complex due to the effect of the large ring. For
example, it is known that porphyrin complexes exhibit stabil-
ity to acids, compared to non-cyclic complexes (see “Porphy-
rin no Kagaku” (Chemistry of Porphyrins), published by
Kyoritsu Shuppan Co., Ltd. (1982)).

Further, it is known that the metal complexes having a
transition metal atom as their center metals exhibit excellent
catalyst activity as an oxidative coupling reaction catalyst and
hydrogen peroxide decomposition catalyst (see Angewandte
Chemie International Edition, 42, 6008 (2003)).

However, the metal complexes including a schiff base as a
ligand, as disclosed in Angewandte Chemie International
Edition, 42, 6008 (2003), exhibit insufficient stability. Espe-
cially when a reaction is conducted in the presence of acids or
under heating, the metal complexes exhibit instability to acids
or heat, or alternatively both acids and heat for catalyst use.
Accordingly, it is strongly desired to improve stability to
acids or heat so as to use the metal complexes as a catalyst.

DISCLOSURE OF INVENTION

According to the present invention, there can be provided a
metal complex exhibiting excellent resistance to both acid
and heat. Further, according to the present invention, there
can be provided a macrocyclic compound that is useful as a
ligand of the metal complex, and an intermediate of the mac-
rocyclic compound. Furthermore, according to the present
invention, it is possible to provide an electrocatalyst for fuel
cells.
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The present invention provides the following means:
(1) A compound represented by formula (1):
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wherein Y' to Y* each independently represent any one of
the following groups:

AN N A0 T N

in which R“ represents a hydrogen atom or a monovalent
hydrocarbon group; P! represents a group of atoms necessary
for forming a heterocyclic ring together with Y* and the two
carbon atoms adjacent to Y'; P? represents a group of atoms
necessary for forming a heterocyclic ring together with Y?
and the two carbon atoms adjacent to Y?; P* represents a
group of atoms necessary for forming a heterocyclic ring
together with Y? and the two carbon atoms adjacent to Y*; P*
represents a group of atoms necessary for forming a hetero-
cyclic ring together with Y* and the two carbon atoms adja-
cent to Y* P° represents a group of atoms necessary for
forming a cyclic skeleton together with the carbon atom to
which Z' bonds and the two carbon atoms adjacent to the
carbon atom to which Z' bonds; P® represents a group of
atoms necessary for forming a cyclic skeleton together with
the carbon atom to which Z* bonds and the two carbon atoms
adjacent to the carbon atom to which Z* bonds; P! and P?, P>
and P°, P® and P*, P* and P?, P® and P°, and P° and P! may
further combine with each other to form a ring; Q' and Q?
each independently represent a connecting group or a direct
binding; and Z' and Z* each independently represent any one
of the following groups;

—NRF,, —ORPF, —SRF, —PRF,
in which RP represents a hydrogen atom or a monovalent
hydrocarbon group, and when plural RPs are present, these
plural RPs may be the same or different from each other.
(2) The compound according to the above item (1), wherein,
in formula (1), the group of atoms represented by P is a group
of atoms necessary for forming a phenol ring structure
together with the carbon atom to which Z' bonds and the two
carbon atoms adjacent to the carbon atom to which Z* bonds;
and the group of atoms represented by P° is a group of atoms
necessary for forming a phenol ring structure together with
the carbon atom to which Z* bonds and the two carbon atoms
adjacent to the carbon atom to which Z* bonds.
(3) The compound according to the above item (1) or (2),
wherein, in formula (1), the group of atoms represented by P*
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is a group of atoms necessary for forming an aromatic het-
erocyclic ring together with Y and the two carbon atoms
adjacent to Y'; the group of atoms represented by P?is a group
of atoms necessary for forming an aromatic heterocyclic ring
together with Y* and the two carbon atoms adjacent to Y?; the
group of atoms represented by P? is a group of atoms neces-
sary for forming an aromatic heterocyclic ring together with
Y? and the two carbon atoms adjacent to Y>; and the group of
atoms represented by P* is a group of atoms necessary for
forming an aromatic heterocyclic ring together with Y* and
the two carbon atoms adjacent to Y*.

(4) The compound according to the above item (3), wherein,
in formula (1), the aromatic heterocyclic ring that is formed
by the group of atoms represented by P* together with Y* and
the two carbon atoms adjacent to Y*, the aromatic heterocy-
clic ring that is formed by the group of atoms represented by
P2 together with Y? and the two carbon atoms adjacent to Y=,
the aromatic heterocyclic ring that is formed by the group of
atoms represented by P together with Y and the two carbon
atoms adjacent to Y>, and the aromatic heterocyclic ring that
is formed by the group of atoms represented by P* together
with Y* and the two carbon atoms adjacent to Y*, are each a
nitrogen-containing aromatic heterocyclic ring.

(5) The compound according to the above item (4), wherein
the compound represented by formula (1) is a compound
represented by formula (2):

@
(R');

SA

A

OH \

OH
A

X

®Y)3

wherein, in formula (2), R* represents a hydrogen atom or
a substituent, when plural R's are present, these plural R's
may be the same or different from one another; and Q® and Q*
each independently represent any one of the following
groups:

R3
(R?)3 .
\|/§/\ | \ o \r y
N / N N /
\Xl R®
R T\
)\/ « «
x \ — /‘\XZ
®R?)3 .

in which R? represents a hydrogen atom or a substituent,
plural R*s may be the same or different from one another, and
R?s may combine with each other to form a ring; X' repre-
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4

sents a nitrogen atom or a trivalent group; R represents a
hydrogen atom or a substituent, plural R*s may be the same or
different from one another, and R*s may combine with each
other to form a ring; X?s each independently represent a
bivalent group represented by any one of the following
groups:

in which R' represents a hydrogen atom or a monovalent
hydrocarbon group; R*, R® and R° each independently repre-
sent a hydrogen atom or a substituent; and R* and RS, R and
R® and R*, R® and R® may combine with each other to form
a ring.

(6) The compound according to the above item (5), wherein
the compound represented by formula (2) is a compound
represented by formula (al):

@l

wherein, in formula (al), R*6 to R'® each independently
represent a hydrogen atom or a substituent, two adjacent R'°s
and two adjacent R*®s each may combine with each other to
form a ring, and plural R'% to R'®s may be the same or
different from one another.
(7) The compound according to the above item (5), wherein
the compound represented by formula (2) is a compound
represented by formula (a2):

@2)
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wherein, in formula (a2), R*° to R** each independently
represent a hydrogen atom or a substituent, two adjacent R*s,
two adjacent R?'s, two adjacent R**s and two adjacent R**s
each may combine with each other to form a ring, and plural
R*% to R**s may be the same or different from one another.
(8) A polymer comprising a residue of the compound repre-
sented by formula (1).
(9) The polymer according to the above item (8), comprising
the residue of the compound represented by formula (1) as a
repeating unit.
(10) A compound represented by formula (3):

(©)
(R7)3

wherein, in formula (3), R” represents a hydrogen atom or
a substituent, plural R's may be the same or different from
one another; R® represents a hydrogen atom or a protective
group; Y~ and Y® each independently represent any one of the
following groups:

/N /N\Rv

in which R represents a hydrogen atom or a protective group;
P7 represents a group of atoms necessary for forming a five-
membered aromatic heterocyclic ring together with Y’ and
the one carbon atom adjacent to Y7; and P® represents a group
of atoms necessary for forming a five-membered aromatic
heterocyclic ring together with Y® and the one carbon atom
adjacent to Y?.
(11) A metal complex comprising a metal atom and a ligand,
wherein the ligand is the compound according to any one of
the above items (1) to (7) and (10), or the polymer according
to the above item (8) or (9).
(12) The metal complex according to the above item (11),
wherein the metal atom is any one of transition metal atoms
belonging to Period 4 to Period 6 in the periodic table.
(13) The metal complex according to the above item (11) or
(12), wherein the number of metal atoms contained in the
metal complex is 1 or 2.
(14) A modified metal complex obtained by subjecting the
metal complex according to any one of the above items (11) to
(13) to any modification treatment selected from a heating
treatment, a radiation irradiation treatment and a discharge
treatment, until a mass reduction rate after the treatment
becomes 1 mass % or more and 90 mass % or less and a
carbon content of the complex after the modification treat-
ment becomes 5 mass % or more.
(15) A modified metal complex obtained by

preparing a mixture which comprises the metal complex
according to any one of the above items (11) to (13), and any
one selected from (A) to (C):

(A) a carbon carrier,

(B) an organic compound having a boiling point or melting
point of 200° C. or higher, and

(C) an organic compound having a thermal polymerization
initiation temperature of 250° C. or lower; and
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6

subjecting the mixture to any modification treatment
selected from a heating treatment, a radiation irradiation
treatment and a discharge treatment, until a mass reduction
rate after the modification treatment becomes 1 mass % or
more and 90 mass % or less and a carbon content of the
complex after the modification treatment becomes 5 mass %
or more.
(16) The modified metal complex according to the above item
(14) or (15), wherein the heating treatment is performed at
200° C. or higher and 1,200° C. or lower.
(17) A composition comprising the metal complex according
to any one of the above items (11) to (13) or the modified
metal complex according to any one of the above items (14) to
(16), and a carbon carrier and/or a polymer.
(18) A catalyst comprising the metal complex according to
any one of the above items (11) to (13), the modified metal
complex according to any one of the above items (14) to (16),
or the composition according to the above item (17).
(19) An electrode catalyst for fuel cell, comprising the cata-
lyst according to the above item (18).
(20) A compound represented by formula (4):

@)

RY

wherein, in formula (4), R® to R'® each independently
represent a hydrogen atom or a substituent, two adjacent R*“s,
two adjacent R''s, and two adjacent R*2S each may combine
with each other to form a ring, R** and R'® each indepen-
dently represent a hydrogen atom or a protective group, and
plural R%s to R*®s may be the same or different from one
another.

Other and further features and advantages of the invention
will appear more fully from the following description.

BEST MODE FOR CARRYING OUT THE
INVENTION

First, the compound represented by the above formula (1)
of'the present invention (hereinafter referred to as “macrocy-
clic compound”) will be explained.

In formula (1), Y" to Y* each independently represent any
one of the following groups.
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In the above groups, R* represents a hydrogen atom or a
monovalent hydrocarbon group (which preferably has 1 to 8
carbon atoms).

The monovalent hydrocarbon group represented by R is
the same as any one of the following exemplary substituents.
P! to P* each independently represent a group of atoms nec-
essary for forming a heterocyclic ring together with each of
Y' to Y* and the two carbon atoms adjacent to each of Y* to
Y*, respectively (which may hereinafter be referred to as “P*
to P* structures™). It should be noted that the two carbon
atoms at adjacent positions do not include carbon atoms that
can be included in R. Specific examples of the heterocyclic
ring include pyrrolidine, piperidine, morpholine, piperazine,
tetrahydrofuran, phosphole, phosphabenzene, pyridine, pyra-
zine, pyrimidine, pyrrole, N-alkylpyrrole, furan, thiophene,
thiazole, imidazole, oxazole, benzimidazole, benzofuran,
benzothiophene, isoquinoline, and quinazoline; preferably
pyridine, pyrazine, pyrimidine, pyridazine, pyrrole, furan,
thiophene, and N-alkylpyrrole; and more preferably pyridine,
pyrrole, furan, and thiophene.

Q' and Q* each independently represent a connecting
group or a direct binding. The connecting group is a divalent
or trivalent group. The direct binding represents a single bond
or a double bond. When Q' and Q? each represent a connect-
ing group, the connecting group is preferably a group repre-
sented by any one of the following (1-a) to (1-g), more pref-
erably a group represented by any one of (1-a) to (1-d), and
especially preferably a group represented by (1-a) or (1-b).
When Q' and Q2 each represent a direct binding, the direct
binding is preferably a single bond.

(1-a)

(1-b)

(1-¢)

(1-d)

(1-e)

(1-H

O
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(1-g
R® R®
(@]
R® R®

In the group represented by (1-a) to (1-g), R® represents a
hydrogen atom or a monovalent group (for example, a
monovalent hydrocarbon group which may be substituted and
a monovalent aromatic group which may be substituted), and
when plural R%s are present, these plural R% may be the same
or different from one another.

P! and P2, P? and P®, P® and P*, P* and P?, P*> and P®, and P°
and P! may combine with each other to form a ring, respec-
tively. Specifically, aring formed by P* and P, or P* and P as
an example is preferably a structure represented by any one of
(2-a) to (2-0), more preferably a structure represented by any
one of (2-a), (2-)) to (2-0), and especially preferably a struc-
ture represented by any one of (2-a), (2-j) to (2-m). The
monovalent hydrocarbon group or aromatic group repre-
sented by R® is the same as any one of the following exem-
plary substituents. The following structures shown for typical
examples may have a substituent(s). The substituent is the
same as any one of the following shown substituents.

PoptT J AN :
i“\-—r‘/Yl \\\___r/'Y3 :
P! Q?
: k '-L\Y“ E

N (2-a)
g
N
P
2-b)



9

-continued

72} 73}
/k )\
z z

\

I

sie Yol

4 4

N
/ZL

—_

\Z/

Z

US 9,236,613 B2

2-¢)

2-d)

(2-¢)

@

-

2-b)

10

15

20

25

30

35

40

45

50

55

60

65

i

Z,
Jas)

Z

7NN

/
’ /

Z

=

Z

SO
L

‘-

Z

o
i

=z

O

2

10

-continued

2D

)

2k

@

2-m)

Q-m



US 9,236,613 B2

11

-continued
(2-0)

In the above groups, R represents a hydrogen atom or a
monovalent hydrocarbon group having 1 to 30 carbon atoms
(preferably 1 to 8 carbon atoms). Two Rs may be the same or
different from each other.

Each of the P* and P? structures may have a substituent.
Specific examples of the substituent include: a halogeno
group such as a fluoro group, a chloro group, a bromo group,
and an iodo group; a hydroxyl group; a carboxyl group; a
mercapto group; a sulfonic acid group; a nitro group; a phos-
phonic acid group; a silyl group having an alkyl group or alkyl
groups with 1 to 4 carbon atoms; a linear, branched, or cyclic
saturated hydrocarbon groups each having a total carbon
atoms of 1 to about 50, such as a methyl group, an ethyl group,
a propyl group, an isopropyl group, a cyclopropyl group, a
butyl group, an isobutyl group, a tert-butyl group, a pentyl
group, a cyclopentyl group, a hexyl group, a cyclohexyl
group, a norbornyl group, a nonyl group, a cyclononyl group,
a decyl group, a 3,7-dimethyloctyl group, an adamantyl
group, a dodecyl group, a cyclododecyl group, a pentadecyl
group, an octadecyl group, and a docosyl group; a linear,
branched, or cyclic alkoxy groups each having a total carbon
atoms of 1 to about 50 such as a methoxy group, an ethoxy
group, a propioxy group, a butoxy group, a pentyloxy group,
a cyclohexyloxy group, a norbonyloxy group, a decyloxy
group, and a dodecyloxy group; and monovalent aromatic
groups each having a total carbon atoms of 6 to about 60 such
as a phenyl group, a 4-bromophenyl group, a 2,6-dimeth-
ylphenyl group, a 4-biphenyl group, a 2-methylphenyl group,
a 3-ethynylphenyl group, a pentafiuorophenyl group, a 4-tri-
fluoromethylphenyl group, a 3,5-dibromophenyl group, a
3,5-dimethoxyphenyl group, a 3,5-dihydroxyphenyl group, a
4-tert-butyl-2,6-methoxymethylphenyl group, a 4-tert-bu-
tylphenyl group, a 4-octylphenyl group, a 4-dodecylphenyl
group, a 4-methylphenyl group, a 1-naphthyl group, a
2-naphthyl group, and a 9-anthryl group.

Among these, preferred ones are a halogeno group such as
a fluoro group, a chloro group, a bromo group, or an iodo
group; amercapto group; a hydroxyl group; a carboxyl group;
a monovalent hydrocarbon group having a total carbon atoms
of'1 to about 20 including exemplified by a methyl group, an
ethyl group, a propyl group, an isopropyl group, a butyl
group, a pentyl group, a tert-butyl group, a cyclohexyl group,
a norbornyl group, or an adamantyl group; a linear or
branched alkoxy group having a total carbon atoms of 1 to
about 10 including exemplified by a methoxy group, an
ethoxy group, a propioxy group, a butoxy group, or a penty-
loxy group; a monovalent aromatic group having a total car-
bon atoms of 6 to about 30 such as a phenyl group, a 4-bro-
mophenyl group, a 2,6-dimethylphenyl group, a 4-biphenyl
group, a 2-methylphenyl group, a 3-ethenylphenyl group, a
pentafluorophenyl group, a 4-trifluoromethylphenyl group, a
3,5-dibromophenyl group, a 3,5-dimethoxyphenyl group, a
3,5-dihydroxyphenyl group, a 4-tert-butyl-2,6-methoxym-
ethylphenyl group, a 4-tert-butylphenyl group, a 4-octylphe-
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12
nyl group, a 4-dodecylphenyl group, a 1-naphthyl group, a
2-naphthyl group, and a 9-anthryl group.

More preferred are a chloro group, a bromo group, a
hydroxyl group, a carboxyl group, a methyl group, an ethyl
group, a tert-butyl group, a cyclohexyl group, a norbornyl
group, an adamantyl group, a methoxy group, an ethoxy
group, a phenyl group, a 4-bromophenyl group, a 2,6-dim-
ethylphenyl group, a 4-biphenyl group, a 2-methylphenyl
group, a 3-ethynylphenyl group, a pentafluorophenyl group, a
4-trifluorophenyl group, a 3,5-dibromophenyl group, a 3,5-
dimethoxyphenyl group, a 3,5-dihydroxyphenyl group, a
4-tert-butyl-2,6-methoxymethylphenyl group, a 4-tert-bu-
tylphenyl group, a 4-octylphenyl group, a 4-dodecylphenyl
group, a 2-naphthyl group, and a 9-anthryl group.

P* and P® each independently represent a group of atoms
necessary for forming a cyclic skeleton together with the
carbon atom to which Z' bonds or Z* bonds and the two
carbon atoms adjacent to the carbon atom to which Z' bonds
or Z* bonds (which may hereinafter be referred to as “P* and
P® structures”). Z' and Z* each independently represent any
one of the following groups.

—NRF,, —ORPF, —SRF, —PRF,

In the above groups, RP represents a hydrogen atom or a
monovalent hydrocarbon group (which preferably has 1 to 8
carbon atoms, and more preferably has 1 to 6 carbon atoms).

The monovalent hydrocarbon group represented by RP is
the same as any one of the above exemplary substituents. The
structures of P° and Z', and P° and Z* as an example are
preferably a structure represented by any one of (3-a) to (3-0),
more preferably a structure represented by any one of (3-a) to
(3-h), further more preferably a structure represented by any
one of (3-a) to (3-d), and especially preferably a structure
represented by (3-a) or (3-b).

(3-a)

OH
B-b)

OR®
(-0

SH
G-d)

SR*
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-continued
(3-0)

OR

In the above (3-a) to (3-0), R represents a hydrocarbon
group having 1 to 10 carbon atoms. When plural R®s are
present, these plural R®s may be the same or different from
each other.

Each of P® and PS structures may have a substituent, and
examples of such substituent include the above exemplary
substituents. The monovalent hydrocarbon group represented
by R€ is the same as any one of the above exemplary substitu-
ents.

Next, the compound represented by the above formula (2)
of the present invention will be explained.

R! represents a hydrogen atom or a substituent. Plural R's
may be the same or different from one another. Examples of
such substituent include substituents equivalent to above
exemplary substituents.

Q?® and Q* each independently represent any one of the
following groups.

R3
(R)3 .
SRR
N / N N /
\Xl R®
Y T\
R? R®
)\/\ == /‘\XZ
R -

In the above groups, R% R?, R* and R® each independently
represent a hydrogen atom or a substituent. The substituent is
the same as any one of the above shown substituents.

R?s may combine with each other to form a ring. R®s may
combine with each other to form a ring. R*, R® and R® each
independently represent a hydrogen atom or a substituent. R*
and R®, R’ and R®, and/or R*, R® and R may combine with
each other to form a ring. X* represents a nitrogen atom or a
trivalent group. X* represents any one of the following
groups.

In the above groups, R' represents a hydrogen atom or a
monovalent hydrocarbon group.

Q? and Q* are preferably a bivalent group represented by
any one of the following structures (4-a) to (4-j), more pref-
erably a bivalent group represented by any one of (4-a), (4-b),
(4-d), (4-e) and (4-g) to (4-)), further more preferably a biva-
lent group represented by any one of (4-a), (4-b), (4-d), (4-¢),
(4-h) and (4+)), especially preferably a bivalent group repre-
sented by any one of (4-a), (4-b), (4-d) and (4-e). The follow-
ing structures shown for typical examples may have a sub-
stituent(s). The substituent is the same as any one of the above
shown substituents.
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The macrocyclic compound represented by the above for-
| \ mula (1) is preferably the compound represented by the fol-
N lowing formula (5).
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In formula (5), R'S, R*® and R'” each independently rep-
resent a hydrogen atom or a substituent. Plural R'%s, R*%s and
R'7s may be the same or different from one another, respec-
tively. R'%s may combine with Q° to form a ring (preferably a
five- and/or six-membered ring), and R'®’s may combine
with Q* to form a ring (preferably a five- and/or six-mem-
bered ring). Y® to Y'? each independently represent a bivalent
group represented by any one of the following groups.

[ || [
A N ?
|

P.
~ \RZ

In the above groups, R represents a hydrogen atom or a
monovalent hydrocarbon group. The monovalent hydrocar-
bon group represented by R= is the same as any one of the
above exemplary substituents. X° to X*? each independently
represent a divalent group (especially a divalent group com-
posed of a combination of atoms selected from a group con-
sisting of nitrogen, oxygen, sulfur, hydrogen and carbon). X°
to X'? each independently may form a ring by combining
withR*SorR'® at the position nearest to one another (namely,
when illustrated by a structural formula, the position at which
the number of atoms present between X° to X' and R'® or
R'% is minimized). n' and n each independently represent an
integer 1 or 2. Q* and Q* each independently represent a
connecting group or a direct binding. Z* and Z* each inde-
pendently represent any one of the following groups.

—NR",, —OR", —SR", —PR",

In the above groups, R" represents a hydrogen atom or a
monovalent hydrocarbon group. In the formula, the portion
that is connected in a dotted line may or may not be conju-
gated.

X° to X'? each independently represent a bivalent group
(especially a divalent group composed of a combination of
atoms selected from a group consisting of nitrogen, oxygen,
sulfur, hydrogen and carbon). X° to X*2 each correspondingly
constitute a five-membered ring or a six-membered ring
together with Y* to Y'? and surrounding carbon atoms. Spe-
cific examples of the five-membered ring and a six-membered
ring include pyrrolidine, piperidine, morpholine, piperazine,
tetrahydrofuran, phosphole, phosphabenzene, pyridine, pyra-
zine, pyrimidine, pyrrole, N-alkylpyrrole, furan, thiophene,
thiazole, imidazole, oxazole, benzofuran, benzothiophene,
isoquinoline, and quinazoline; preferably pyridine, pyrazine,
pyrimidine, pyrrole, furan, thiophene, and N-alkylpyrrole;
and more preferably pyridine, pyrrole, furan, and thiophene.

The monovalent hydrocarbon group represented by R" is
the same as any one of the above exemplary substituents.
When plural R"s are present, these plural R"s may be the
same or different from each other.

The macrocyclic compound of the present invention can be
synthesized by the following steps: firstly obtaining a
dibromo compound in the same manner as described in Tet-
rahedron., 1999, 55, 8377, then synthesizing a precursor by a
cross-coupling reaction using the obtained dibromo com-
pound together with a transition metal catalyst, and then
conducting a ring closure reaction using aldehyde. Alterna-
tively, the macrocyclic compound may be synthesized by
adding aldehyde to a compound having a pyrrole at the end
thereof (a precursor) to couple the pyrroles with each other.
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In this synthesis, since plural precursors are reacted with
one another so as to be connected with aldehyde, it is prefer-
able to use a heterocyclic compound represented by the above
formula (3) as the precursor.

The compound represented by the above formula (1) can be
synthesized, for example, by reacting a compound repre-
sented by formula (3) and an aldehyde compound represented
by formula (6) according to the following reaction scheme.

R
\/\ -
| + RCHO —
olvent
PN A T
YT OR® Y& ..
3 (6)
R
| b
F P
7T p
y7 ORS v ..
R,
ooTNYS ORS YT
o LY
T / T g

In the above formula, R represents a hydrogen atom or a
monovalent group (for example, a monovalent hydrocarbon
group which may be substituted and a monovalent aromatic
group which may be substituted).

The above reaction may be conducted by dissolving raw
materials in a suitable solvent and using an acid as a catalyst.
Alternatively, the acid itself may be used as a solvent to
conduct the above reaction.

Examples of the acid include boron trifluoride, boron trif-
luoride etherate, boron trichloride, boron tribromide, trifluo-
roacetic acid, trifluoromethane sulfonic acid, and p-toluene
sulfonic acid. Examples of the acid that is used as a solvent
include organic acids such as acetic acid, propionic acid, or
butanoic acid as well as the acids shown above.

Examples of the solvent include dichloromethane, chloro-
form, carbon tetrachloride, methanol, ethanol, and a mixture
thereof.

A reaction temperature is ordinarily in the range of 0° C. to
250° C., preferably from 0° C. to 200° C., and especially
preferably from 0° C. to 160° C. A reaction time is ordinarily
in the range of 1 minute to 1 week, preferably from 5 minutes
to 100 hours, and especially preferably from 1 hour to 48
hours. Both reaction temperature and reaction time men-
tioned above may be adjusted by a combination of an acid and
a solvent.

Further, a macrocyclic compound including an oxidized
connecting portion can be synthesized by adding an oxidizing
agent and a solvent to the compound obtained in the above
reaction.
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(R7)3
| B
TN N
elyT o ORS YR
R Oxidizing Agent
—_—_—
Solvent
oY OR®  Y7T-.
o F N
\/\
R
(R7)3
| b
pl AN

Examples ofthe oxidizing agent include oxygen, chloranil,
and 2,3-dichloro-5,6-dicyano-1,4-benzoquinone. Examples
of'the solvent include the same solvents as those exemplified
above.

A reaction temperature is ordinarily in the range of 0° C. to
250° C., preferably from 0° C. to 200° C., and especially
preferably from 0° C. to 160° C. A reaction time is ordinarily
in the range of 1 minute to 1 week, preferably from 5 minutes
to 100 hours, and especially preferably from 1 hour to 48
hours.

The macrocyclic compound represented by formula (2) is
preferably the macrocyclic compound represented by the
above formula (al) or the macrocyclic compound represented
by the above formula (a2).

The compound represented by the above formula (2) is
preferably those compounds that are produced by a combi-
nation of structures described above. Specifically, com-
pounds represented by the following formulae (IV-1) to (IV-
6) are more preferable. Among these compounds, those
represented by the formulae (IV-1) to (IV-4) are especially
preferable. The following structures shown for typical
examples may have a substituent(s). The substituent is the
same as any one of the above shown substituents.
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(IV-5)
(IV-6)
PN
\ NH OH I\!
N\ \ N
N OH HN \
Oy =

A polymer having a residue of the metal complex repre-
sented by the above formula (1) means to a polymer having a
group comprising an atomic group obtained by removing a
part or all of the hydrogen atoms (one hydrogen atom in
ordinary cases) in the metal complex represented by the for-
mula (1). The polymer to be used in this case is not particu-
larly limited and examples of the polymer include a conduc-
tive polymer, a dendrimer, a natural polymer, a solid polymer
electrolyte, polyethylene, polystyrene, polyacrylonitrile,
polyethylene glycol, and polypropylene. Of those, the con-
ductive polymer, the solid polymer electrolyte, polystyrene,
and polyacrylonitrile are preferred, polystyrene and poly-
acrylonitrile are particularly preferred. The term “conductive
polymer” is a collective term for polymer substances each
showing metallic or semi-metallic conductivity (Iwanami
Physical and Chemical Science Dictionary, fifth edition:
issued in 1988). Examples of the conductive polymer include:
polyacetylene and a derivative of polyacetylene, polypar-
aphenylene and a derivative of polyparaphenylene, polypar-
aphenylene vinylene and a derivative of polyparaphenylene
vinylene, polyaniline and a derivative of polyaniline, poly-
thiophene and a derivative of polythiophene, polypyrrole and
a derivative of polypyrrole, polyfluorene and a derivative of
polyfluorene, polyfluorene and a derivative of polyfluorene,
polycarbazole and a derivative of polycarbazole, and polyin-
dole and a derivative of polyindole described in “Conductive
Polymer” (written by Shinichi Yoshimura, KYORITSU
SHUPPAN CO., LTD) and “New Applications of Conducting
Polymers” (edited by Yukio Kobayashi, CMC Publishing
CO., LTD.); and copolymers of the conductive polymers.

Examples of the solid polymer electrolyte include poly-
mers obtained by sulfonating perfluorosulfonic acid, poly-
ether ether ketone, polyimide, polyphenylene, polyarylene,
and polyarylene ether sulfone.

A polymer having the residue of the metal complex repre-
sented by formula (1) as a repeating unit means to a polymer
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having the group comprising an atomic group obtained by
removing a part or all of the hydrogen atoms (two hydrogen
atoms in ordinary cases) in the metal complex represented by
formula (1) as a repeating unit, and the polymer is produced
by, for example, polymerizing a bifunctional monomer con-
taining a macrocyclic ligand.

The molecular weight of the polymer (length of molecular
chain) is not particularly limited. However, the molecular
weight is preferably at least 1000 and preferably 1,000,000 or
less, more preferably 100,000 or less, and further preferably
50,000 or less.

Next, the compound represented by the above formula (3)
is described.

The compound represented by the above formula (3) is a
compound that constitutes a partial structure of the macrocy-
clic compound represented by the above formula (1) or (2).
Further, the compound represented by the above formula (3)
functions as a synthetic raw material of the macrocyclic com-
pound represented by the above formula (1) or (2).

In the above formula (3), R® represents a hydrogen atom or
a protective group.

Y’ and Y® each independently represent any one of the
following groups.

/N /N\RZ
|

P.
~ \RZ

In the above groups, R represents a hydrogen atom or a
monovalent hydrocarbon group (a monovalent hydrocarbon
group preferably having 1 to 8 carbon atoms, more preferably
having 1 to 6 carbon atoms).

P7 and P® each independently represent a group of atoms
necessary for forming a five-membered aromatic heterocy-
clic ring together with Y” or Y® and one carbon atom adjacent
toY” or Y®. P” and P® each represent a group of atoms neces-
sary for forming a cyclic skeleton. It should be noted that the
one carbon atoms at adjacent positions do not include carbon
atoms that can be included in RY. Specific examples of the
heterocyclic ring include pyrrole, N-alkylpyrrole, imidazole,
phosphole, thiophene, thiazole, furan, and oxazole; prefer-
ably pyrrole, N-alkylpyrrole, imidazole, thiophene, and thia-
zole; and more preferably pyrrole and N-alkylpyrrole.

P7 and P?® structures may have a substituent(s). The sub-
stituent is the same as any one of the above shown substitu-
ents.

Next, a metal complex including the above compound as a
ligand is described. The metal atom forms a complex together
with hetero atoms. When two metal atoms are present, the
metal atoms may be coordinated with each other by bridge
coordination. The term “transition metal” as used herein has
the same meaning as that of a “transition element” described
in p 1283 of “Chemistry Unabridged Dictionary” (edited by
Michinori Ohki et al. and issued by Tokyo Kagaku Dojin on
Jul. 1, 2005), and means to an element having an incomplete
d or f subshell. It should be noted that the transition metal
atom in the present invention may be uncharged, or may be a
charged ion; the same holds true for the typical metal atom,
and the typical metal atom may be uncharged, or may be a
bridged ion.

Here, specific examples of the transition metal include
scandium, titanium, vanadium, chromium, manganese, iron,
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cobalt, nickel, copper, zinc, yttrium, zirconium, niobium,
molybdenum, technetium, ruthenium, rhodium, palladium,
silver, cadmium, hafnium, tantalum, tungsten, rhenium,
osmium, iridium, platinum, gold, and mercury.

In addition, specific examples of the typical metal include
aluminum, gallium, germanium, indium, tin, antimony, thal-
lium, lead, and bismuth.

Among these metals, transition metals belonging to fourth-
period elements, fifth-period elements and sixth-period ele-
ments are preferred from a practical point of view. Of them,
titanium, vanadium, manganese, iron, cobalt, nickel, copper,
zinc, molybdenum, ruthenium, rhodium, palladium, silver,
tantalum, tungsten, rhenium, osmium, iridium, platinum, or
gold is more preferable. Of them, titanium, vanadium, man-
ganese, iron, cobalt, nickel, copper, zinc, molybdenum,
rhodium, silver, or platinum is further preferable. Especially,
metal elements belonging to the fourth-period, i.e., manga-
nese, iron, cobalt, nickel, copper, or zinc is especially prefer-
able.

The metal complex may include a neutral molecule, or a
counter ion capable of electrically neutralizing the metal
complex.

Examples of the neutral molecule include a molecule that
solvates to form a solvated salt and a ligand except the cyclic
ligand in each of the above formulae (1) and (2). Specific
examples of the neutral molecule include water, methanol,
ethanol, n-propanol, isopropyl alcohol, 2-methoxyethanol,
1,1-dimethylethanol, ethylene glycol, N,N'-dimethylforma-
mide, N,N'-dimethylacetamide, N-methyl-2-pyrrolidone,
dimethyl sulfoxide, acetone, chloroform, acetonitrile, ben-
zonitrile, triethyl amine, pyridine, pyrazine, diazabicyclo|[2,
2,2Joctane, 4,4'-bipyridine, tetrahydrofuran, diethyl ether,
dimethoxyethane, methyl ethyl ether, 1,4-dioxane, acetic
acid, propionic acid, and 2-ethylhexanoic acid; and prefer-
ably water, methanol, ethanol, isopropyl alcohol, ethylene
glycol, N,N'-dimethylformamide, N,N'-dimethylacetamide,
N-methyl-2-pyrrolidone, chloroform, acetonitrile, benzoni-
trile, triethyl amine, pyridine, pyrazine, diazabicyclo[2,2,2]
octane, 4,4'-bipyridine, tetrahydrofuran, dimethoxyethane,
1,4-dioxane, acetic acid, propionic acid, and 2-ethylhexanoic
acid.

As the counter ion, because the transition metal atom and
typical metal atom generally have a positive charge, a nega-
tive ion which neutralizes the atom electrically is selected.
Examples of the counter ion include a fluorine ion, a chlorine
ion, a bromine ion, an iodine ion, a sulfide ion, an oxide ion,
a hydroxide ion, a hydride ion, a sulfite ion, a phosphate ion,
a cyanide ion, an acetate ion, a 2-ethylhexanoate ion, a car-
bonate ion, a sulfate ion, a nitrate ion, a hydrogen carbonate
ion, a trifluoroacetate ion, a thiocyanide ion, a trifluo-
romethane sulfonate ion, an acetylacetonate, a tetrafluorobo-
rate ion, a hexafluorophosphate ion, and a tetraphenylborate
ion, and preferably a chloride ion, a bromide ion, an iodide
ion, an oxide ion, a hydroxide ion, a hydride ion, a phosphate
ion, a cyanide ion, an acetate ion, a 2-ethylhexanoate ion, a
carbonate ion, a sulfate ion, a nitrate ion, an acetylacetonate,
and a tetraphenylborate ion.

In addition, when a plurality of X’s are present, the X’s
may be the same as or different from each other, or a neutral
molecule and an ion may be coexistent with each other.

Next, a method of synthesizing the metal complex of the
present invention will be explained.
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The metal complex of the present invention can be obtained
by: synthesizing the ligand organo-chemically; and mixing
the ligand and a reaction agent that provides the metal atom
(hereinafter referred to as “metal-providing agent”).

As described above, the metal complex of the present
invention can be obtained by mixing the ligand and the metal-
providing agent in the presence of a appropriate reaction
solvent. Specific examples of the reaction solvent include
water, acetic acid, oxalic acid, ammonia water, methanol,
ethanol, n-propanol, isopropyl alcohol, 2-methoxyethanol,
1-butanol, 1,1-dimethylethanol, ethylene glycol, diethyl
ether, 1,2-dimethoxyethane, methyl ethyl ether, 1,4-dioxane,
tetrahydrofuran, benzene, toluene, xylene, mesitylene,
durene, decalin, dichloromethane, chloroform, carbon tetra-
chloride, chlorobenzene, 1,2-dichlorobenzene, N,N'-dimeth-
ylformamide, N,N'-dimethylacetamide, N-methyl-2-pyrroli-
done, dimethyl sulfoxide, acetone, acetonitrile, benzonitrile,
triethylamine, pyridine, pyrazine, and diazabicyclo[2,2,2]oc-
tane. A reaction solvent obtained by mixing two or more kinds
of'them may be used and a solvent which can dissolve a ligand
and a metal-providing agent is preferred. The reaction can be
performed at a temperature of generally —10 to 200° C.,
preferably 0to 150° C., or particularly preferably 0 to 100° C.
for a time period of generally 1 minute to 1 week, preferably
5 minutes to 24 hours, or particularly preferably 1 hourto 12
hours. It should be noted that the reaction temperature and the
reaction time can also be appropriately optimized depending
on the kinds of the ligand and the metal-providing agent.

As a method involving isolating the produced metal com-
plex from the reaction solution after the reaction and purify-
ing the metal complex, an optimum method selected from a
known recrystallization method, a known redeposit method,
and a known chromatography method can be appropriately
employed, and two or more of these methods may be
employed in combination.

The produced metal complex may precipitate depending
on the kind of the reaction solvent. The precipitated metal
complex can be isolated and purified by separating the metal
complex by a separation method such as filtration and sub-
jecting the separated product to a washing operation and a
drying operation as required.

Since the basic structures of the metal complexes having
the compound represented by the above formula (1) as a
ligand are each aromatic, each of the complexes has high heat
resistance and high acid resistance, and hence maintains its
complex structure stably even at high temperatures or even in
the presence of a strong acid. Accordingly, each of the com-
plexes is expected to exert a catalytic action.

The metal complexes are particularly suitable for use as,
for example, redox catalysts, and specific examples of the
applications of the metal complexes include: decomposition
catalysts for hydrogen peroxide; oxidation polymerization
catalysts for aromatic compounds; catalysts for purifying an
exhaust gas and waste water; redox catalyst layers for dye
sensitization solar cells; carbon dioxide reduction catalysts;
catalysts for the production of reformed hydrogen; and oxy-
gen sensors. In addition, the metal complexes can be used as
organic semiconductor materials such as organic EL. materi-
als, organic transistors, and dye sensitization solar cells by
taking advantage of the fact that each of the metal complexes
has an expanded conjugation.

In particular, the macrocyclic compound can be obtained
efficiently by a reaction between the compound represented
by the above formula (3) or (4) and aldehyde.
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Next, the compound represented by formula (4) is
described. @

In formula (4), R® to R*® each independently represent a
hydrogen atom or a substituent. Two adjacent R'%s, two adja-
cent R''s, and two adjacent R'*s may combine with each
other to form a ring, respectively. R'* and R'® each indepen-
dently represent a hydrogen atom or a protective group. Plural
R®s to R'®s may be the same or different from one another.

The substituent represented by any one of R® to R'? is the
same as any one of the above exemplary substituents.

R'*and R*’ each independently represent a hydrogen atom
or a protective group. Specific examples of the protective
group include a methyl group, an isopropyl group, a cyclo-
hexyl group, a tert-butyl group, a benzyl group, a methoxym-
ethyl group, a benzyloxymethyl group, a methoxyethoxym-
ethyl group, a trimethylsilylethoxymethyl group, a
trimethylsilyl group, a tert-butyldimethylsilyl group, a triiso-
propylsilyl group, a methylcarbonyl group, a phenylcarbonyl
group, and a tert-butoxycarbonyl group. Preferred protective
group include a methyl group, a benzyl group, a methoxym-
ethyl group, a trimethylsilylethoxymethyl group, a trimeth-
ylsilyl group, a tert-butyldimethylsilyl group, and a tert-bu-
toxycarbonyl group; and further preferred protective group
include a methyl group, a benzyl group, a methoxymethyl
group, and a tert-butoxycarbonyl group.

Preferable examples of the compound represented by the
above formula (4) include compounds represented by the
following formulae (V-1) to (V-8). Further, the above-de-
scribed substituent may combine to an aromatic ring of these
compounds.

In formulae (V-1) to (V-8), MOM represents a methoxym-
ethyl group, Boc represents a tert-butoxycarbonyl group, and
Me represents a methyl group.

V-1
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-continued

V-2)

(V-3)

(V-4)

(V-5)
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(V-6)
(V-7)
(V-8)

Next, conditions for modification treatment for the metal
complex of the present invention are described in detail.

The metal complex to be used for the modification treat-
ment may be one metal complex or two or more metal com-
plexes.

As pretreatment for the modification treatment, the metal
complex is particularly preferable to be dried at a temperature
of 15° C. or higher and 200° C. or lower under reduced
pressure of 1333 Pa or lower for 6 hours or longer. The
pretreatment may be carried out using a vacuum drier or the
like.

The treatment of the metal complex is preferably carried
out in the presence of hydrogen, helium, nitrogen, ammonia,
oxygen, neon, argon, krypton, xenon, acetonitrile, or a gas
mixture of these gases.

It is preferably in the presence of hydrogen, helium, nitro-
gen, ammonia, oxygen, neon, argon, or a gas mixture of these
gases; and more preferably in the presence of hydrogen, nitro-
gen, ammonia, argon, or a gas mixture of these gases.

In addition, the pressure in the modification treatment can
be appropriately changed depending on the modification
treatment to be selected.
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First, the heating treatment will be explained.

The temperature at which the metal complex is subjected to
a heating treatment is not particularly limited as long as the
mass reduction rate after the heating treatment becomes 1
mass % or more and 90 mass % or less.

The temperature for the heating treatment is preferably
200° C. or higher, and more preferably 300° C. or higher. In
addition, an upper limit of the temperature for heating treat-
ment is not particularly limited as long as the carbon content
of the modified product after the treatment (the carbon con-
tent means a content rate of carbon atoms which can be
determined, for example, by elemental analysis) is 5 mass %
or more; the temperature is preferably 1,200° C. or lower,
more preferably 1,000° C. or lower, and further preferably
800° C. or lower.

The treatment time for the heating treatment may be set
properly depending on the above-mentioned gas to be used,
temperature and the like. Alternatively, the temperature may
be gradually increased from room temperature to an aimed
temperature and then decreased immediately in the state that
the above-mentioned gas is tightly closed or ventilated. Par-
ticularly, it is preferable to keep the temperature after the
temperature reaches the aimed temperature since the metal
complex can be gradually heated and the durability can be
improved more. The time period for which the temperature is
held at the aimed temperature after the arrival is not particu-
larly limited as long as the time period is preferably 1 to 100
hours, more preferably 1 to 40 hours, still more preferably 2
hours to 10 hours, or particularly preferably 2 to 3 hours.

As apparatus for the heating treatment, an oven, a furnace,
an IH hot plate, and the like can be exemplified.

Examples of the modification treatments for substituting
the heating treatment can be selected from methods of any
radiation irradiation treatment selected from electromagnetic
waves or particle beams such as a-ray, f-ray, neutron beam,
electron beam, y-ray, X-ray, vacuum ultraviolet ray, ultravio-
let ray, visible ray, infrared ray, microwave, electric wave,
laser and the like; and electric discharge treatment such as
corona discharge treatment, glow discharge treatment,
plasma treatment (including low temperature plasma treat-
ment).

Preferable modification treatment among them may be the
radiation irradiation treatment selected from X-ray, electron
beam, ultraviolet ray, visible ray, infrared ray, microwave, and
laser; and low temperature plasma treatment. More preferable
treatment may be the radiation irradiation treatment selected
from ultraviolet ray, visible ray, infrared ray, microwave, and
laser.

These treatments may be carried out according to instru-
ments and treatment methods to be used generally for surface
reforming treatment of polymer films and for example, meth-
ods described in a literature (Adhesion Society of Japan,
“Chemistry of Surface Analysis, Reformation”, issued by
Nikkan Kogyo Shimbun on Dec. 19, 2003), etc. can be
employed.

At the time of carrying out the above-mentioned radiation
irradiation treatment or discharge treatment, the conditions
may be arbitrarily set to adjust the mass reduction rate of the
metal complex by the treatment in a range of 1 mass % or
more to 90 mass % or less and the carbon content of the
modified product after the treatment of 5 mass % or more.
Preferable treatment time is within 10 hours, more preferably
within 3 hours, furthermore preferably within 1 hour, and
particularly preferably within 30 minutes.

As described above, any modification treatment of the
heating treatment, radiation irradiation treatment, and dis-
charge treatment is carried out to an extent that the mass
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reduction rate becomes 1 mass % or more to 90 mass % or
less, preferably 2 mass % or more to 90 mass % or less, to
obtain the modified metal complex of the present invention.

In the present invention, the upper limit of the mass reduc-
tion rate is preferably 80 mass % or less, more preferably 70
mass % or less, and particularly preferably 60 mass % or less,
since too much mass reduction at the time of heating treat-
ment, radiation irradiation treatment, or discharge treatment
may cause the significant decomposition of the complex
structure.

Further, the modified metal complex of the present inven-
tion has a carbon content of 5 mass % or more by elemental
analysis. The carbon content is preferably 10 mass % or more,
more preferably 20 mass % or more, furthermore preferably
30 mass % or more, and particularly preferably 40 mass % or
more. The carbon content of the treated product is preferably
as high as possible because the complex structure addition-
ally stabilizes and the degree of assemblage of the metal atom
in the modified metal complex easily increases.

Next, another embodiment of the modified metal complex
of the present invention will be explained.

The modified metal complex of the present invention is a
modified metal complex showing a mass reduction rate by the
treatment of 1 to 90 mass % and a carbon content after the
modification treatment of 5 mass % or more in the case of
subjecting a metal complex mixture of (a) a metal complex
and (b) a carbon carrier, an organic compound having a boil-
ing point or melting point of 200° C. or more, or an organic
compound having a thermal polymerization initiating tem-
perature of 250° C. or less to any of heating treatment, radia-
tion irradiation treatment, and discharge treatment. Herein,
the mass reduction rate is on the basis of the total mass of (a)
and (b) in the metal complex mixture.

In the metal complex mixture, the ratio of (a) and (b) to be
mixed is preferably designed such that the content of (a) is 1
to 70 mass % based on the total mass of (a) and (b). The
content of the base metal complex is preferably 2 to 60 mass
% and particularly preferably 3 to 50 mass %.

Examples of the carbon carrier include carbon particles
such as Norit (trade name, manufactured by Norit Corporate
Co.), Ketjen black (trade name, manufactured by Lion Cor-
poration), Vulcan (trade name, manufactured by Cabot Cor-
poration), black pearl (trade name, manufactured by Cabot
Corporation), acetylene black (trade name, manufactured by
Chevron Corporation); fullerene such as C60 and C70; car-
bon nanotubes, carbon nanohorns, carbon fibers and the like.

Examples of the organic compound having a boiling point
or melting point of 200° C. or more are aromatic carboxylic
acid derivatives such as perylene-3,4,9,10-tetracarboxylic
dianhydride, 3,4,9,10-perylenctetracarboxylic acid diimide,
1,4,5,8-naphthalenetetracarboxylic  dianhydride, 1,4,5,8-
naphthalenetetracarboxylic acid diimide, 1,4,5,8-naphthale-
netetracarboxylic acid, pyromellitic acid, and pyromellitic
dianhydride. The structures of these compounds are shown
below. Herein, the boiling point or melting point can be
measured by a conventionally known method and it may be
selected from the measured values and also may be selected
from the values disclosed in literatures or the like. It may also
be acalculated value obtained by a computation simulation or
the like and it may be, for example, selected from the calcu-
lated value of the boiling point or melting point registered in
SciFinder, which is a computer software program provided by
Chemical Abstract Service (version 2007, 2). In the following
compounds, the remark “calc” in the boiling point (b.p.) is a
calculated value registered in the above-mentioned Sci-
Finder.
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OO
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b.p.: 755° C. (calc)
m.p.: > 300° C.

O Q Q O
b.p.: 787° C. (calc)

O O O O l O
O O - O .
(6] (6] (6] (6]

)

b.p.: 617° C. (calc) b.p.: 656° C. (calc)
m.p.: 450° C. m.p.: >410° C.
O, O
OH
O O
OH
O 6}
b.p.: 738° C. (calc) b.p.: 397-400° C. (calc)
m.p.: 180° C. m.p.: 238-286° C.
O, O
HN NH
O ¢}
m.p.: 440° C.
e} e}
HO OH
HO OH
¢} ¢}

b.p.: 585° C. (calc)
m.p.: 272-276° C.

NH, (€] NH, (€] NH,
NH, O NH, O NH
m.p.: 332°C. m.p.: 269° C.
b.p.: 712° C. (calc) b.p.: 544° C. (calc)
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-continued
0 NH, NH, O NH,
(@] OH (@] OH
m.p.: 254° C.

b.p.: 465° C. (calc)
OH e} NH,

b.p.: 649° C. (calc)

\

b.p. =377°C.

NH, O OH

b.p.: 649° C. (calc)

The organic compound having a thermal polymerization
initiation temperature of 250° C. or less is an organic com-
pound having an aromatic ring and further a double bond or a
triple bond. Examples of the organic compounds include
acenaphthylene and vinylnaphthylane. The numeral values
attached to the respective compounds shown below are poly-
merization initiation temperatures of the respective organic
compounds. The numeral values are described in “Base of
Carbonization Engineering” (1st edition, 2nd printing, Ohm-
sha, Ltd. 1982).

()

245° C.

HC==CH,

200° C.

The above metal complex mixture can be heat-treated
under the same conditions and the like when the metal com-
plex is independently heat-treated as described above.

The metal complex and the modified metal complex of the
present invention can be used in combination with various
carriers, additives and the like, and its shape can be processed
depending on various applications. The complex can find use
in applications including: electrode catalysts and membrane
degradation inhibitors for fuel cells; oxidative coupling cata-
lysts for aromatic compounds; catalysts for cleaning an
exhaust gas and waste water; redox catalyst layers for dye-
sensitized solar cells; carbon dioxide reduction catalysts;
catalysts for production of reformed hydrogen; and oxygen
sensors.

When the metal complex and the modified metal complex
of'the present invention are used as a catalyst, the complex can
be used as a composition containing a carbon carrier and/or a
polymer. Such composition is useful from the following
viewpoints: additional improvements in stability and cata-
Iytic activity of the modified metal complex. Examples of the
polymer include polyethylene, polypropylene, polyacryloni-
trile, polyester, polyacetylene, polyaniline, polypyrrole and
polythiophene. In addition, specific examples of the carbon
carrier are same as those described above. As such composi-
tion, there can be used a mixture of the modified metal com-

w
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plexes of the present invention, carbon carriers or conductive
polymers, or a combination of a carbon carrier and a conduc-
tive polymer.

Hereinafter, preferred applications of the metal complex
and the modified metal complex of the present invention are
described. The metal complex and the modified metal com-
plex of the present invention can be preferably used as a
decomposition catalyst for a peroxide, in particular, a decom-
position catalyst for hydrogen peroxide. When the complex is
used as a decomposition catalyst for hydrogen peroxide, the
complex shows the following characteristic: the complex can
decompose hydrogen peroxide into water and oxygen while
suppressing the production of a hydroxyl radical. Specifi-
cally, the complex can find use in applications including:
degradation inhibitors for ionic conduction membranes to be
used in solid polymer electrolyte type fuel cells or in the
electrolysis of water; and antioxidants for medicine, agricul-
tural chemicals, and food.

The metal complex and the modified metal complex of the
present invention are suitable also as an oxidative coupling
catalyst for an aromatic compound. In this application, the
complex can be used as a catalyst involved in production of a
polymer such as polyphenylene ether or polycarbonate. The
complex may be directly added to a reaction solution, or
supported on conventional catalyst support such as zeolite,
silica, and the like. In addition, the metal complexes can be
used as organic semiconductor materials such as organic ELL
materials, organic transistors, and dye sensitization solar cells
by taking advantage of the fact that each of the metal com-
plexes has an expanded conjugation.

The metal complex and the modified metal complex of the
present invention can be used also as a desulfurization/deni-
tration catalyst for transforming a sulfur oxide or nitrogen
oxide in an exhaust gas from various factories and automo-
biles into sulfuric acid or ammonia. For example, the methods
of supplying a tower through which an exhaust gas from a
factory passes or a muffler of an automobile with the com-
plex.

Further, the metal complex and the modified metal com-
plex of the present invention can be used also as a catalyst for
reforming CO in reformed hydrogen. The reformed hydrogen
contains CO and the like, so the following problem arises
when the reformed hydrogen is used in a fuel cell: a fuel
electrode is poisoned with CO. Accordingly, an utmost reduc-
tion of a CO concentration is desired. Specifically, the com-
plex is used in accordance with, for example, the method
described in Chemical Communication, 3385 (2005).

The metal complex prepared from using the compound of
the present invention is excellent in heat resistance and acid
resistance. That is the metal complex is inhibited from
decreasing in its catalytic activity and can serve as a catalyst
for a wide variety of applications and therefore the metal
complex is industrially useful.

The compound of the present invention is a macrocyclic
compound and particularly suitable for production of the
metal complex showing excellent stability such as heat resis-
tance and acid resistance. The metal complex of the present
invention itself has activity as a redox catalysis. Further, a
heat-treated metal complex shows a more stable catalytic
activity (such as oxygen-reduction ability).

EXAMPLES

The present invention will be described in more detail
based on the following examples, but the invention is not
intended to be limited thereto.

Macrocyclic Compound (C) was synthesized via Com-
pound (A) and Compound (B) in accordance with the follow-
ing reaction formula.



US 9,236,613 B2

33

Propionic acid manufactured by Wako Pure Chemical
Industries, [td. was used. Anhydrous methanol and anhy-
drous dichloromethane each manufactured by Wako Pure
Chemical Industries, Ltd. were used. Cobalt acetate tetrahy-
drate manufactured by Aldrich Inc. was used. WAKOGEL
C300 was used as a silica gel.

In the following formulae in Examples, “Boc” represents a
tert-butoxycarbonyl group, “dba” represents a dibenzylide-
neacetone, “Me” represents a methyl group, “Cy” represents
a cyclohexyl group, and “Ac” represents an acetyl group.

Example 1
Synthesis of Compound (A)

OMe
PCy>
Boo OMe
/

N Pd,(dba)z
| / B(OH), dioxane/H,O
K;3P0O4H,O

60°C.,6h

Compound (A)

Under an argon atmosphere, 3.945 g of 2,9-(3'-bromo-5'-
tert-butyl-2'-methoxyphenyl)-1,10-phenanthroline (synthe-

34

sized by the method described in Tetrahedron., 1999, 55,

8377),3.165 g of 1-N-Boc-pyrrole-2-boronic acid (manufac-

tured by Frontier Scientific), 0.138 g of tris(benzylideneac-

etone)dipalladium, 0.247 g of 2-dicyclohexylphosphino-2',
5 6'-dimethoxybiphenyl, and 5.527 g of potassium phosphate
were dissolved in mixed solvent of 200 mL of dioxane and 20
mL of water, and the solution was stirred at 60° C. for 6 hours.
After the completion of the reaction, the solution was left
standing to cool, distilled water and chloroform were added to
the solution, and an organic layer was extracted. The resultant
organic layer was concentrated, whereby a black residue was
obtained. The residue was purified with a silica gel column,
whereby Compound (A) was obtained.

'"H-NMR (300 MHz, CDCl,) 8 1.34 (s, 18H), 1.37 (s, 18H),
3.30 (s, 6H), 6.21 (m, 2H), 6.27 (m, 2H), 7.37 (m, 2H), 7.41
13 (s,2H), 7.82 (s, 2H), 8.00 (s, 2H), 8.19 (d, J=8.6 Hz, 2H), 8.27

(d, J=8.6 Hz, 2H)

10

Example 2

20 Synthesis of Compound (B)

BBr;, 3h

CH,Cly,
-78° C.—1t

Compound (A)

Compound (B)

65
Under a nitrogen atmosphere, 0.904 g of Compound (A)
was dissolved in 10 mL of anhydrous dichloromethane.
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While the dichloromethane solution was cooled to -=78° C.,
8.8 mL of boron tribromide (1.0-M dichloromethane solu-
tion) was slowly dropped to the dichloromethane solution.
After the dropping, the mixture was stirred for 10 minutes,
and was then left to stand while being stirred so that its
temperature might reach room temperature. Three hours after
that, the reaction solution was cooled to 0° C., and a saturated
aqueous solution of NaHCO, was added to the solution. After
that, an organic layer was extracted by adding chloroform to
the mixture, and was then concentrated. The obtained brown
residue was purified with a silica gel column, whereby Com-
pound (B) was obtained.

'H-NMR (300 MHz, CDCl,) 8 1.40 (s, 18H), 6.25 (m, 2H),
6.44 (m, 2H), 6.74 (m, 2H), 7.84 (s, 2H), 7.89 (s, 2H), 7.92 (s,
2H), 8.35 (d, I=8.4 Hz, 2H), 8.46 (d, J=8.4 Hz, 2H), 10.61 (s,
2H), 15.88 (s, 2H)

Example 3
Synthesis of Macrocyclic Compound (C)

(6]
140°C.,7h

Compound (B)

Y,

Macroeyclic Compound (C)
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Into 5 mL of propionic acid were dissolved 0.061 g of
Compound (B) and 0.012 g of benzaldehyde, and the solution
was heated at 140° C. for 7 hours. Thereafter, propionic acid
was distilled off, and the resultant black residue was purified
through a silica gel column to yield Macrocyclic Compound
©.

'H-NMR (300 MHz, CDCl,) 8 1.49 (s, 18H), 6.69 (d, J=4.8
Hz, 2H), 7.01 (d, J=4.8 Hz, 2H), 7.57 (m, 5H), 7.90 (s, 4H),
8.02 (s, 2H), 8.31 (d, J=8.1 Hz, 2H), 8.47 (d, J=8.1 Hz, 2H)

Macrocyclic Compound (F) was synthesized via Com-
pound (D) and Compound (E) in accordance with the follow-
ing reaction formula.

Example 4

Synthesis of Compound D

Br

OMe

PCy,

MeO OMe
Boc
/
N
Pd,(dba)s/ K;3PO,
UB (OH), (dba)z 3P0y

dioxane/H,0, 60 C., 9 h

OMe

~ Boc

Boc
Compound (D)

0.547 g 0f 2,6-dibromo-4-tert-butylanisole (synthesized by
the method described in Tetrahedron. Lett, 1999, 36, 919),
0.844 g of 1-N-Boc-pyrrole-2-boronic acid (manufactured by
Frontier Scientific), 0.138 g of tris(benzylideneacetone)di-
palladium, 0.247 g of 2-dicyclohexylphosphino-2',6'-
dimethoxybiphenyl, and 5.527 g of potassium phosphate
were dissolved in mixed solvent of 200 mL of dioxane and 20
mL of water, and the solution was stirred at 60° C. for 9 hours.
After the completion of the reaction, the solution was left
standing to cool, distilled water and chloroform were added to
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the solution, and an organic layer was extracted. The resultant
organic layer was concentrated, whereby a black residue was
obtained. The residue was purified with a silica gel column,
whereby Compound (D) was obtained.

'H-NMR (300 MHz, CDCl,) 8 1.30 (s, 18H), 1.31 (s, 9H),
3.19(s,3H), 6.19 (m, 2H), 6.25 (m, 2H), 7.22 (s, 2H), 7.38 (m,
2H)

Example 5

Compound (E) was synthesized in accordance with the
following reaction formula.

BBr3
CH,Cly

—_—

-78°C.—1t, 1h

OMe
Boc

~ ~

Boc
Compound (D)

NH

OH

Compound (E)

Under a nitrogen atmosphere, 0.453 g of Compound (D)
was dissolved in 15 ml of anhydrous dichloromethane.
While the dichloromethane solution was cooled to -78° C. in
a dry ice/acetone bath, 5.4 mL of boron tribromide (1.0 M
dichloromethane solution) was slowly dropped to the dichlo-
romethane solution. After the dropping, the mixture was
stirred for 10 minutes. Then, the dry ice/acetone bath was
removed, and the mixture was left to stand while being stirred
so that its temperature might reach room temperature. An
hour after that, the resultant was neutralized with a saturated
aqueous solution of NaHCO,;, and then an organic layer was
extracted three times by adding chloroform to the mixture.
The obtained organic layer was concentrated, and the
obtained black residue was purified, whereby Compound (E)
was obtained.

'H-NMR (300 MHz, CDCl,) & 1.34 (s, 9H), 6.35 (m, 2H),
6.40 (s, 1H), 6.55 (m, 2H), 6.93 (m, 2H), 7.36 (s, 2H), 9.15 (s,
2H)
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Example 6

Macrocyclic Compound (F) was synthesized in accor-
dance with the following reaction formula.

CHO

140°C., 6 h

Compound (E)

Macrocyclic Compound (F)

Into 20 mL of propionic acid were dissolved 0.051 g of
Compound (E) and 0.019 g of benzaldehyde, and the solution
was heated at 140° C. for 7 hours. Thereafter, propionic acid
was distilled off, and the resultant black residue was purified
through a silica gel to yield Macrocyclic Compound (F).

'H-NMR (300 MHz, CDCl,) 8 1.38 (s, 18H), 6.58 (d, J=3.8
Hz, 4H), 6.92 (d, J=3.8 Hz, 4H), 7.49 (m, 10H), 7.71 (s, 4H),
12.75 (br, 4H)
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Example 7

Macrocyclic Compound (G) was synthesized in accor-
dance with the following reaction formula.

Br.

(6]
140°C.,5h

Compound (B)

Macroceyclic Compound (G)

Into 20 mL of propionic acid were dissolved 0.166 g of
Compound (B) and 0.065 g of 4-bromobenzaldehyde (manu-
factured by Aldrich), and the solution was heated at 140° C.
for 5 hours. Thereafter, propionic acid was distilled off, and
the resultant black residue was purified through a silica gel
column to yield Macrocyclic Compound (G).

'H-NMR (300 MHz, CDC1;) 8 1.43 (s, 18H), 6.59 (d, I=4.2
Hz, 2H), 6.95 (d, J=4.2 Hz, 2H), 7.44 (d, J=7.0 Hz, 2H), 7.63
(d,J=7.0Hz, 2H),7.73 (s, 2H), 7.82 (s, 2H), 7.89 (s, 2H), 8.16
(d, J=8.6 Hz, 2H), 8.29 (d, J=8.6 Hz, 2H)
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Example 8

Macrocyclic Compound (H) was synthesized in accor-
dance with the following reaction formula.

140°C., 21 h

Compound (B)

Macroeyclic Compound (H)

Into 15 mL of propionic acid were dissolved 0.100 g of
Compound (B) and 0.025 g of 2,6-dimethylbenzaldehyde
(manufactured by Aldrich), and the solution was heated at
140° C. for 21 hours. Thereafter, propionic acid was distilled
off, and the resultant black residue was purified through a
silica gel column to yield Macrocyclic Compound (H).

'H-NMR (300 MHz, CDCL,) 8 1.43 (s, 18H), 62.26 (s, 6H),
6.47 (d, J=4.2 Hz, 2H), 6.94 (d, J=4.2 Hz, 2H), 7.17 (d,J=7.7
Hz, 2H), 7.63 (d, J=7.0 Hz, 2H), 7.73 (s, 2H), 7.82 (s, 2H),
7.89 (s, 2H), 8.16 (d, =8.6 Hz, 2H), 8.29 (d, J=8.6 Hz, 2H)
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Example 9

Macrocyclic Compound (I) was synthesized in accordance
with the following reaction formula.

140°C., 23 h

Compound (B)

Macrocyclic Compound (I)

Into 15 mL of propionic acid were dissolved 0.100 g of
Compound (B) and 0.033 g of biphenyl-4-carboxyaldehyde
(manufactured by Aldrich), and the solution was heated at
140° C. for 23 hours. Thereafter, propionic acid was distilled
off, and the resultant black residue was purified through a
silica gel column to yield Macrocyclic Compound (I).

'H-NMR (300 MHz, CDC1;) 8 1.44 (s, 18H),6.74 (d, 1=3.7
Hz, 2H), 6.98 (d, J=3.7 Hz, 2H), 7.53 (t, J=6.8 Hz, 2H), 7.63
(d, J=8.4 Hz, 2H), 7.74 (d, J=7.5 Hz, 4H), 7.84 (s, 4H), 7.96
(s, 2H), 8.24 (d, J=8.6 Hz, 2H), 8.41 (d, J=8.6 Hz, 2H)
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Example 10

Macrocyclic Compound (J) was synthesized in accordance

with the following reaction formula.

140°C., 11h

Compound (B)

Macrocyclic Compound (J)

Into 15 mL of propionic acid were dissolved 0.050 g of
Compound (B) and 0.012 g of o-tolualdehyde (manufactured
by Aldrich), and the solution was heated at 140° C. for 11
hours. Thereafter, propionic acid was distilled off, and the
resultant black residue was purified through a silica gel col-
umn to yield Macrocyclic Compound (J).

'"H-NMR (300 MHz, CDCl,) 8 1.43 (s, 18H), 2.28 (s, 3H),
6.47 (d, J=4.2 Hz, 2H), 6.93 (d, J=4.2 Hz, 2H), 7.30-7.33 (m,
4H),7.77 (s, 2H), 7.85 (s, 2H), 7.91 (s, 2H), 8.21 (d, J=8.8 Hz,
2H), 8.33 (d, J=8.8 Hz, 2H)
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Example 11

Macrocyclic Compound (K) was synthesized in accor-
dance with the following reaction formula.

44

Compound (B)

0
al cl
0
al Cl
H 0
CF;CO0H 1,24 h

CH,Cl,
1,24 h

G NI
e
®

Macrocyclic Compound (K)

Into 30 mL of dichloromethane were dissolved 0.121 g of °
Compound (B) and 0.030 g of 3-vinylbenzaldehyde (manu-
factured by Aldrich), and the solution was stirred for 24 hours
at room temperature after adding one drop of trifluoroacetic
acid. Then, into the solution was added 0.050 g of chloranil,
and further the solution was stirred for 24 hours at room
temperature. Thereafter, dichloromethane was distilled off,

0

and the resultant black residue was purified through a silica
gel column to yield Macrocyclic Compound (K).

'H-NMR (300 MHz, CDCl,) & 1.42 (s, 18H), 5.34 (d,
J=10.8 Hz, 1H), 5.87 (d, J=17.8 Hz, 1H), 6.65 (d, J=4.2 Hz,

65 2H), 6.86 (dd,J1=17.8 Hz, 12=10.8 Hz1H), 6.95 (d, ]=4.2 Hz,

2H), 7.46-7.62 (m, 6H), 7.90 (s, 4H), 7.81 (s, 4H), 8.01 (d,
J=8.6 Hz, 2H), 8.13 (d, J=8.8 Hz, 2H)
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Example 12 Example 13
Macrocyclic Compound (L) was synthesized in accor- Macrocyclic Compound (M) was synthesized in accor-
dance with the following reaction formula. dance with the following reaction formula.

F
F F FsC
0 O
F
H
F H
oOn OH
0 ¢}
140°C.,9h
140°C.,9h
Compound (B) Compound (B)
30
O -
Macrocyelic Compound (L) Macrocyclic Compound (M)
55
Into 15 mL of propionic acid were dissolved 0.061 g of Into 15 mL of propionic acid were dissolved 0.061 g of

Compound (B) and 0.022 g of pentafluorobenzaldehyde 60 Compound (B) and 0.019 g of p-triffuoromethylbenzalde-
(manufactured by Wako), and the solution was heated at 140° hyde (manufactured by Wako), and the solution was heated at
C. for 9 hours. Thereafter, propionic acid was distilled off, 140° C. for 9 hours. Thereafter, propionic acid was distilled
and the resultant black residue was purified through a silica off, and the resultant black residue was purified through a
gel column to yield Macrocyclic Compound (L). silica gel column to yield Macrocyclic Compound (M).

'H-NMR (300 MHz, CDC1;)81.36 (s, 18H),6.56 (d,1=4.0 65  'H-NMR (300 MHz, CDCl,)8 1.37 (s, 18H), 6.47 (d, ]=4.4
Hz, 2H), 6.92 (d, J=4.0 Hz, 2H), 7.16 (s, 2H), 7.51 (s, 2H), Hz, 2H), 6.89 (d, J=4.4 Hz, 2H), 7.60-7.74 (m, 8H), 7.79 (s,
7.59 (s, 2H), 7.62 (d, I=8.4 Hz, 2H), 7.71 (d, J=8.4 Hz, 2H) 2H), 8.03 (d, J=8.8 Hz, 2H), 8.16 (d, J=8.8 Hz, 2H)
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Example 14

Macrocyclic Compound (N) was synthesized in accor-
dance with the following reaction formula.

140°C.,,13h

Compound (B)

Macrocyclic Compound (N)

Into 50 mL of propionic acid were dissolved 0.121 g of
Compound (B) and 0.045 g of 9-anthracenecarboxyaldehyde
(manufactured by TCI), and the solution was heated at 140°
C. for 13 hours. Thereafter, propionic acid was distilled off,
and the resultant black residue was purified through a silica
gel column to yield Macrocyclic Compound (N).

'H-NMR (300 MHz, CDCl,) 8 1.41 (s, 18H), 6.07 (d, ]=4.4
Hz, 2H), 6.80 (d, J=4.4 Hz, 2H), 7.35-7.49 (m, 4H), 7.85 (s,
4H), 7.98 (s, 2H), 8.07 (d, ]=8.4 Hz, 2H), 8.11 (d, ]=8.8 Hz,
2H), 8.31 (d, J=8.8 Hz, 2H), 8.40 (d, ]=8.8 Hz, 2H), 8.58 (s,
2H)
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Example 15

Macrocyclic Compound (O) was synthesized in accor-

dance with the following reaction formula.

Br
O
Br
H
OH
¢}
140°C.,8h
Compound (B)

Br
Br

Macrocyelic Compound (O)

Into 35 mL of propionic acid were dissolved 0.121 g of
Compound (B) and 0.063 g of 3,5-dibromobenzaldehyde
(manufactured by Aldrich), and the solution was heated at
140° C. for 8 hours. Thereafter, propionic acid was distilled
off, and the resultant black residue was purified through a
silica gel column to yield Macrocyclic Compound (O).

'"H-NMR (300 MHz, CDCl,) 8 1.33 (s, 18H), 6.57 (d, ]=4.0
Hz, 2H), 6.92 (d, J=4.0 Hz, 2H), 7.51 (m, 3H), 7.60 (s, 2H),
7.74 (s, 2H), 7.85 (s, 2H), 7.90 (d, J=8.6 Hz, 2H), 8.12 (d,
J=8.6 Hz, 2H)
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Example 16

Macrocyclic Compound (P) was synthesized in accor-
dance with the following reaction formula.

OMe

140°C.,11h

Compound (B)

Compound (B)

20

25

30

35

50

-continued

OMe

OMe

Macrocyelic Compound (P)

Into 20 mL of propionic acid were dissolved 0.061 g of
Compound (B) and 0.019 g of 3,5-dimethoxybenzaldehyde
(manufactured by TCI), and the solution was heated at 140°
C. for 11 hours. Thereafter, propionic acid was distilled off,
and the resultant black residue was purified through a silica
gel column to yield Macrocyclic Compound (P).

'"H-NMR (300 MHz, CDCl,) 8 1.38 (s, 18H), 3.89 (s, 6H),
6.65 (s, 1H), 6.73 (m, 4H), 6.94 (d, J=3.5 Hz, 2H), 7.72 (s,
2H),7.80 (s, 2H), 7.86 (s, 2H), 8.12 (d, J=7.9 Hz, 2H), 8.28 (d,
J=7.9 Hz, 2H)

Example 17

Macrocyclic Compound (O) was synthesized in accor-
dance with the following reaction formula.

OH 0
al al
0
HO al cl
H 0
CF;CO0H t,9h
CH,Cl
1, 6h
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-continued

Macrocyelic Compound (Q)

Into 20 mL of dichloromethane were dissolved 0.121 g of
Compound (B) and 0.031 g of 3,5-dihydroxybenzaldehyde
(manufactured by Wako), and the solution was stirred for 6
hours at room temperature after adding one drop of trifluoro-
acetic acid. Then, into the solution was added 0.050 g of
chloranil, and further the solution was stirred for 9 hours at
room temperature. Thereafter, dichloromethane was distilled
off, and the resultant black residue was washed with chloro-
form to yield Macrocyclic Compound (Q).

'H-NMR (300 MHz, CDC1;)81.49 (s, 18H), 6.69 (d, I=4.8
Hz, 2H), 7.01 (d, J=4.8 Hz, 2H), 7.57 (m, 5H), 7.90 (s, 4H),
8.02 (s, 2H), 8.31 (d, J=8.1 Hz, 2H), 8.47 (d, J=8.1 Hz, 2H)

Example 18

Macrocyclic Compound (R) was synthesized in accor-
dance with the following reaction formula.

OMe
(0]
H
MeO
OH
(0]
140°C., 8 h

Compound (B)

30

35

40

45

52
OH
OH
-continued

OMe

OMe

Macrocyelic Compound (R)

Into 15 mL of propionic acid were dissolved 0.061 g of
Compound (B) and 0.042 g of 2,6-bis(methoxymethyl)ben-
zaldehyde, and the solution was heated at 140° C. for 8 hours.
Thereafter, propionic acid was distilled off, and the resultant
black residue was purified through a silica gel column to yield
Macrocyclic Compound (R).

'"H-NMR (300 MHz, CDCl,) 8 1.39 (s, 18H), 1.53 (s, 9H),
3.32 (s, 6H), 4.50 (s, 4H), 6.56 (d, J=3.8 Hz, 2H), 7.00 (d,
J=3.7Hz,2H), 7.65 (s, 2H), 7.75 (s, 2H), 7.90 (s, 2H), 7.99 (s,
2H), 8.27 (d, J=8.6 Hz, 2H), 8.35 (d, J=8.6 Hz, 2H)
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Example 19 Example 20
Macrocyclic Compound (S) was synthesized in accor- Macrocyclic Compound (T) was synthesized in accor-
dance with the following reaction formula. s dance with the following reaction formula.

O
H
OH H
OH
I /\"/
140°C.,6h ©
140°C.,9h
Compound (B)
Compound (B)

30

45 O
) 50

Macrocyelic Compound (S) Macrocyclic Compound (T)
55

Into 20 mL of propionic acid were dissolved 0.100 g of
Into 15 mL of propionic acid were dissolved 0.061 g of ~ Compound (B) and 0.028 g of 2-naphthoaldehyde (manufac-
Compound (B) and 0.042 g of 4-tert-butylbenzaldehyde tured by TCI), and the solution was heated at 140° C. for 9
(manufactured by TCI), and the solution was heated at 140° hours. Thereatter, .propionic ac.id was distilled.o.ff, and the
C. for 6 hours. Thereafter, propionic acid was distilled off, resultant black residue was purified through a silica gel col-
and the resultant black residue was purified through a silica umn to yield Macrocyclic Compound (T).
gel column to yield Macrocyclic Compound (S). 'H-NMR (300 MHz, CDCl,) 8 1.42 (s, 18H), 6.62 (d, ]=3.8
'H-NMR (300 MHz, CDCl,) 8 1.39 (s, 18H), 1.53 (s, 9H), ~ Hz, 2H), 6.92 (d, J=4.0 Hz, 2H), 7.59-7.62 (m, 2H), 7.67 (s,
6.70 (d, J=4.2 Hz, 2H), 6.89 (d, I=4.4 Hz, 2H), 7.32 (s, 2H), 65 2H), 7.70 (s, 1H), 7.79 (s, 2H), 7.84 (s, 2H), 7.94-7.97 (m,
7.51(d, J=7.5 Hz, 2H), 7.59-7.62 (m, 6H), 7.72 (d, J=9.0 Hz, 3H), 8.04 (s, 1H), 8.08 (d, J=8.8 Hz, 2H), 8.23 (d, J=8.4 Hz,
2H), 7.90 (d, J=8.6 Hz, 2H) 2H)
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Example 21

Macrocyclic Compound (U) was synthesized in accor-
dance with the following reaction formula.

CsHy7

OH

0
140°C.,8h

Compound (B)

Macrocyelic Compound (U)

Into 20 mL of propionic acid were dissolved 0.100 g of
Compound (B) and 0.044 g of 4-octylbenzaldehyde (manu-
factured by ACROS), and the solution was heated at 140° C.
for 8 hours. Thereafter, propionic acid was distilled off, and
the resultant black residue was purified through a silica gel
column to yield Macrocyclic Compound (U).

'H-NMR (300 MHz, CDCl,) 8§ 0.94 (1, J=6.2 Hz, 3H),
1.35-1.43 (m, 30H), 1.72-1.79 (m, 2H), 2.78 (t, J=7.5 Hz,
2H), 6.68 (d, 1=3.3 Hz, 2H), 6.92 (d, J=3.3 Hz, 2H), 7.35 (d,
J=7.3 Hz, 2H), 7.44 (d, 1=7.3 Hz, 2H), 7.52 (s, 2H), 7.66 (s,
2H), 7.71 (s, 2H), 7.89 (d, I=8.2 Hz, 2H), 8.12 (d, I=8.2 Hz,
2H)
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Example 22

Metal Complex (AA) was synthesized in accordance with
the following reaction formula.

(J

Co(OAc),

CHCly/MeOH
80°C.,5h

O )

g

Macroeyclic Compound (F)

Metal Complex (AA)

While a mixed solution of 4 mlL of methanol and 6 mL of
chloroform containing 0.057 g of Macrocyclic Compound (F)
and 0.047 g of cobalt acetate tetrahydrate was stirred under a
nitrogen atmosphere, the solution was stirred for 5 hours
while being heated at 80° C. The resultant solution was con-
centrated and dried to be solidified. As a result, a purple solid
was yielded. This was washed with water to yield Metal
Complex (AA).

ESI-MS [M.]": m/z=846.0
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Example 23 Example 24
Metal Complex (AB) was synthesized in accordance with Metal Complex (AC) was synthesized in accordance with
the following reaction formula. s the following reaction formula.

O } ‘
\ O Co(OAc), 1 \ Co(OAc),
—_— —_—
CHCl3/MeOH CHClyMeOH
80°C,5h 80°C.,,5h

Macrocyclic Compound (C)

w

25 Macrocyclic Compound (C)

50 Metal Complex (AC)

Metal Complex (AB)

55

While a mixed solution of 3 mLL of methanol and 3 mL of While a mixed solution of 3 mlL of methanol and 3 mL of
chloroform containing 0.047 g of Macrocyclic Compound chloroform containing 0.045 g of Macrocyclic Compound
(C) and 0.018 g of cobalt acetate tetrahydrate was stirred 60 (C) and 0.040 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 5 under a nitrogen atmosphere, the solution was stirred for 5
hours while being heated at 80° C. The resultant solution was hours while being heated at 80° C. The resultant solution was
concentrated and dried to be solidified. As a result, a green concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal 65 solid was yielded. This was washed with water to yield Metal
Complex (AB). Complex (AC).

ESI-MS [M.]+: m/z=749.0 ESI-MS [M.]": m/z=866.0
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Example 25

Metal Complex (AD) was synthesized in accordance with

the following reaction formula.

J

Mn(OAc),

CHCly/MeOH
70°C., 10 h

(- Y,

Macrocyclic Compound (C)

—_
w

20

25

Metal Complex (AD)

Under a nitrogen atmosphere, 0.100 g of Macrocyclic
Compound (C) and 20 mL of chloroform were loaded into a
50-mL two-necked flask, and a solution of 10 mL of methanol
containing 0.074 g of manganic acetate tetrahydrate (manu-
factured by Wako) was added thereto. The solution was
stirred for 10 hours while being heated at 70° C., whereby a
blue-green solid was precipitated. The resultant solution was
concentrated and dried to be solidified. As a result, a green
solid was yielded. This was washed with water and dried to
yield Metal Complex (AD).

ESI-MS [M]*: m/z=858.0

50
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Example 26

Metal Complex (AE) was synthesized in accordance with
the following reaction formula.

Ni(OAc),

CHCly/MeOH
70°C., 6h

(- Y,

Macrocyclic Compound (C)

Metal Complex (AE)

Under a nitrogen atmosphere, 0.10 g of Macrocyclic Com-
pound (C) and 20 ml of chloroform were loaded into a
100-mL two-necked flask, and a solution of 10 mL of metha-
nol containing 0.075 g of nickel acetate tetrahydrate (manu-
factured by Wako) was added thereto. The solution was
stirred for 6 hours while being heated at 70° C. The resultant
solution was concentrated and dried to be solidified. As a
result, a blue-green solid was yielded. This was washed with
water and dried to yield Metal Complex (AE).

ESI-MS [M-OAc]*: m/z=805.0
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Example 27

Metal Complex (AF) was synthesized in accordance with
the following reaction formula.

Cu(OAc),

CHCly/MeOH
70°C.,5h

(- Y,

Macrocyclic Compound (C)

Metal Complex (AF)

Under a nitrogen atmosphere, 0.100 g of Macrocyclic
Compound (C) and 20 mL of chloroform were loaded into a
100-mL two-necked flask, and a solution of 10 mL of metha-
nol containing 0.060 g of copper acetate monohydrate (manu-
factured by Wako) was added thereto. The solution was
refluxed for 5 hours while being heated at 70° C., whereby a
dark-green solid was precipitated. The resultant solution was
concentrated and dried to be solidified. The residue was
washed with water and dried to yield Metal Complex (AF).

ESI-MS [M-OAc]*: m/z=815.0

62
Example 28

Metal Complex (AG) was synthesized in accordance with
the following reaction formula.

Co(OAc),

CHCly/MeOH
60°C.,3h

() O

Macroeyclic Compound (G)

20

25

Metal Complex (AG)

50

55

While a mixed solution of 5 mlL of methanol and 5 mL of
chloroform containing 0.025 g of Macrocyclic Compound
(G) and 0.020 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 3

60

hours while being heated at 60° C. The resultant solution was

concentrated and dried to be solidified. As a result, a blue

solid was yielded. This was washed with water to yield Metal
6 Complex (AG).

BSI-MS [M.]*: m/z=946.0
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Example 29

Metal Complex (AH) was synthesized in accordance with
the following reaction formula.

10

Co(OAc),
CHCl3/MeOH

80°C.,8h

Macrocyclic Compound (H)

20

25

Metal Complex (AH)

55

While a mixed solution of 4 mLL of methanol and 4 mL of
chloroform containing 0.024 g of Macrocyclic Compound
(H) and 0.020 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 8
hours while being heated at 80° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AH).

ESI-MS [M.]+: m/z=894.1

60
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Example 30

Metal Complex (Al) was synthesized in accordance with

the following reaction formula.

Co(OAc)z
CHC13/
MeOH

60°C., 6h

Macrocyclic Compound (I)

Metal Complex (Al)

While a mixed solution of 5 mL of methanol and 10 mL of
chloroform containing 0.067 g of Macrocyclic Compound (I)
and 0.052 g of cobalt acetate tetrahydrate was stirred under a
nitrogen atmosphere, the solution was stirred for 6 hours
while being heated at 80° C. The resultant solution was con-
centrated and dried to be solidified. As a result, a blue solid
was yielded. This was washed with water to yield Metal
Complex (Al).

ESI-MS [M+H]*: m/z=943.0
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Example 31

Metal Complex (AJ) was synthesized in accordance with
the following reaction formula.

! 10
Co(OAc), 15

CHCl3/MeOH

75°C.,10h

20

Macrocyclic Compound (J) »

Metal Complex (AJ)

55

While a mixed solution of 5 mLL of methanol and 5 mL of
chloroform containing 0.034 g of Macrocyclic Compound (J)
and 0.028 g of cobalt acetate tetrahydrate was stirred under a
nitrogen atmosphere, the solution was stirred for 8 hours
while being heated at 75° C. The resultant solution was con-
centrated and dried to be solidified. As a result, a blue solid
was yielded. This was washed with water to yield Metal
Complex (AJ).

ESI-MS [M.]*: m/z=880.1

60

65
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Example 32

Metal Complex (AK) was synthesized in accordance with

the following reaction formula.

g

Co(OAc),

CHClyMeOH
40°C.,2h

Macrocyclic Compound (K)

Metal Complex (AK)

While a mixed solution of 10 ml of methanoland 10 mL of
chloroform containing 0.071 g of Macrocyclic Compound
(K) and 0.055 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 2
hours while being heated at 40° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AK).

ESI-MS [M.]+: m/z=892.1
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Example 33

Metal Complex (AL) was synthesized in accordance with
the following reaction formula.

Co(OAc),
—_—

CHCLy/
MeOH
60°C.,7h

Macrocyclic Compound (L)

Metal Complex (AL)

While a mixed solution of 5 mLL of methanol and 5 mL of
chloroform containing 0.021 g of Macrocyclic Compound
(L) and 0.014 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 7
hours while being heated at 60° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AL).

ESI-MS [M+H]": m/z=957.0

68
Example 34

Metal Complex (AM) was synthesized in accordance with
the following reaction formula.

Co(OAc),

—_—
CHCly/
MeOH

60°C., 81

Macrocyclic Compound (M)

CF3

Macrocyelic Compound (AM)

While a mixed solution of 5 mlL of methanol and 5 mL of
chloroform containing 0.015 g of Macrocyclic Compound
(M) and 0.011 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 8
hours while being heated at 60° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AM).

ESI-MS [M.]": m/z=933.9
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Example 35

Metal Complex (AN) was synthesized in accordance with

the following reaction formula.

Macrocyclic Compound (N)

Metal Complex (AN)

While a mixed solution of 5 mL of methanol and 5 mL of

US 9,236,613 B2
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Example 36

Metal Complex (AO) was synthesized in accordance with
the following reaction formula.

) O

Br
Co(OAc), Co(OAc),
15 —
CHCl3/MeOH CHCly/
60°C.,6h MeOH

py 60°C.6h

25 Macrocyclic Compound (O)

30

Metal Complex (AO)

55

While a mixed solution of 5 mL of methanol and 5 mL of

chloroform containing 0.034 g of Macrocyclic Compound 60 chlgroform containing 0.025 g of Macrocyclic Compound

(N) and 0.026 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 7
hours while being heated at 60° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue

(O) and 0.020 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 6
hours while being heated at 60° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue

solid was yielded. This was washed with water to yield Metal 65 solid was yielded. This was washed with water to yield Metal

Complex (AN).
ESI-MS [M.]+: m/z=907.1

Complex (AO).
ESI-MS [M.]": m/z=1023.9
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Example 37

Metal Complex (AP) was synthesized in accordance with
the following reaction formula.

OMe
Co(OAc), 15
CHCly/
MeOH
OMe 00°C.3h
25

Macrocyclic Compound (P)

Macrocyclic Compound (AP)

55

While a mixed solution of 5 mLL of methanol and 5 mL of
chloroform containing 0.030 g of Macrocyclic Compound (P)
and 0.025 g of cobalt acetate tetrahydrate was stirred under a
nitrogen atmosphere, the solution was stirred for 3 hours
while being heated at 60° C. The resultant solution was con-
centrated and dried to be solidified. As a result, a blue solid
was yielded. This was washed with water to yield Metal 4
Complex (AP).

ESI-MS [M.]+: m/7z=926.1

72
Example 38

Metal Complex (AQ) was synthesized in accordance with

the following reaction formula.

OH
Co(OAc),
CHCly/
MeOH
Ol 60°C.,6h

Macrocyclic Compound (Q)

Macrocyclic Compound (AQ)

While a mixed solution of 10 ml of methanoland 10 mL of
chloroform containing 0.050 g of Macrocyclic Compound
(Q) and 0.037 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 6
hours while being heated at 60° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AQ).

ESI-MS [M.]": m/z=898.1
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Example 39

Metal Complex (AR) was synthesized in accordance with
the following reaction formula.

OMe

Co(OAc),
CHCly/
MeOH

60°C.,6h

T~

/

OMe

Macroceyelic Compound (R)

10

20

25

Macrocyclic Compound (AR)

While a mixed solution of 5 mLL of methanol and 5 mL of
chloroform containing 0.025 g of Macrocyclic Compound
(R) and 0.026 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 6
hours while being heated at 60° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AR).

ESI-MS [M.]+: m/z=1010.1

50
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Example 40

Metal Complex (AS) was synthesized in accordance with

the following reaction formula.

\_/

Co(OAc),

CHCLy/
MeOH
60°C., 6h

/
\

Macrocyelic Compound (S)

Metal Complex (AS)

While a mixed solution of 5 mlL of methanol and 5 mL of
chloroform containing 0.032 g of Macrocyclic Compound (S)
and 0.023 g of cobalt acetate tetrahydrate was stirred under a
nitrogen atmosphere, the solution was stirred for 6 hours
while being heated at 60° C. The resultant solution was con-
centrated and dried to be solidified. As a result, a blue solid
was yielded. This was washed with water to yield Metal
Complex (AS).

ESI-MS [M.]+: m/z=922.1
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Example 41

Metal Complex (AT) was synthesized in accordance with
the following reaction formula.

Co (OAc)z

oy
MeOH
80°C.,8h

Macroceyelic Compound (T)

Metal Complex (AT)

While a mixed solution of 5 mLL of methanol and 5 mL of
chloroform containing 0.042 g of Macrocyclic Compound
(T) and 0.035 g of cobalt acetate tetrahydrate was stirred
under a nitrogen atmosphere, the solution was stirred for 8
hours while being heated at 80° C. The resultant solution was
concentrated and dried to be solidified. As a result, a blue
solid was yielded. This was washed with water to yield Metal
Complex (AT).

ESI-MS [M.]*: m/z=916.0

76
Example 42

Metal Complex (AV) was synthesized in accordance with
the following reaction formula.

10 O 0
Co O)KK\/\
\ 2
CHCly/
15 MeOH
60°C.,3h
20

Macrocyclic Compound (C)

Metal Complex (AV)
45

While a mixed solution of 5 mlL of methanol and 5 mL of
chloroform containing 0.047 g of Macrocyclic Compound
(C) and 0.059 g of cobalt 2-ethylhexanoate (65 wt % in
mineral spirit, manufactured by Aldrich) was stirred under a
nitrogen atmosphere, the solution was stirred for 6 hours
while being heated at 60° C. The resultant solution was con-
centrated and dried to be solidified. As a result, a blue solid
was yielded. This was washed with water to yield Metal
Complex (AV).

ESI-MS [M.]+: m/z=1094.1

50

55

Example 43
60 Metal Complex (AW) was synthesized in accordance with
the following reaction formula.

In 50 ml of propionic acid, 0.121 g of Compound (B) and
0.100 g of a benzaldehyde polymer carrier (loading about 2
mmol/g, resin, 100-300 mesh, manufactured by Fluka Com-
pany) were dispersed, and the dispersion was heated at 140°
C. for 7 hours. Thereafter, to a back residue having been
obtained by distilling away propionic acid, a mixed solution

65



US 9,236,613 B2

77

of 20 ml of methanol and 20 ml of chloroform containing
0.110 g of cobalt acetate tetrahydrate was added in a nitrogen

78
TABLE 1-continued

atmosphere and stirred for 8 hours while being heated at 50° Examl Used Metal Coml Ccafb‘fn CObtailnedMMeil
. . Xample se cta. omplex omplex omplex 1xXture
C. The resultant solution was concentrated and dried to be i i i P
solidified. As a result, a black solid was yielded. This was 3 49 Metal Complex (AE) KB300 Metal Complex
: : _ Mixture (BE)
washed with chloroform and methanol to yield Metal Com 50 Metal Complex (AF) KB300 Metal Complex
plex (AW) Mixture (BF)
Elementary Analysis Value: C, 73.34; H, 6.13; N, 3.18, Co, 51 Metal Complex (AG) KB300 Metal Complex
4.88 Mixture (BG)
o 10 52 Metal Complex (AH) KB300 Metal Complex
Mixture (BH)
Example 44 53 Metal Complex (AI) KB300 Metal Complex
Mixture (BI)
Metal Complex Mixture (BX) was synthesized in accor- 54 Metal Complex (AT) KB300 M&Falnim?gix
. . . 1XI 153
dance with the following reaction formula. s 55 Metal Complex (AK) KB300 Metal Complex
Under a nitrogen atmosphere, 0.010 g of Metal Complex Mixture (BK)
(AK) was dissolved in 3.000 g of methanol. Further, to the 56 Metal Complex (AL) KB300 Metal Complex
resultant solution, 0.010 g of 2,2'-azobis-(2,4-dimethylvale- Mixture (BL)
ronitrile) manufactured by Wako Pure Chemical Industries, 37 Metal Complex (AM) KB300 hﬁféﬁ;gﬁ;
Ltd., 0.305 g of acrylonitrile manufactured by TCI (Tokyo 58 Metal Complex (AN) KB300 Metal Complex
Chemical Industries Co., Ltd.), 0.019 g of acrylic acid manu- 20 Mixture (BN)
factured by Wako Pure Chemical Industries, Ltd. and 0.040 g 59 Metal Complex (AO) KB600 hﬁ@;ﬁ”ﬁg’g"
: 1XI 153
of KETJEN BLACK 600 JD manufac.tured. by L.10n Corpo- . Metal Complex (AP) KB300 Metal Complex
ration were each added and heated while being stirred at 60° Mixture (BP)
C. In an hour, the precipitate was taken by filtration, and was 61 Metal Complex (AQ) KB600 Metal Complex
then dried, whereby 0.066 g of Metal Complex Mixture (BX) 23 Mixture (BQ)
btained 62 Metal Complex (AR) KB600 Metal Complex
was 0 : . Mixture (BR)
Elementary Analysis Value: C, 86.37; H, 2.83; N, 5.54, Co, 63 Metal Complex (AS) KB600 Metal Complex
1.40. Mixture (BS)
64 Metal Complex (AT) KB600 Metal Complex
Examples 45 to 64 30 Mixture (BT)
Each of the Metal Complexes (AA) to (AT), and a carbon
carrier (trade name: Ketjen Black EC300J (bulk density: 100 Examples 65 to 72
to 145 kg/m?); or trade name: Ketjen Black 600JD (bulk
density: 15 to 50 kg/m®); each manufactured by Lion Corpo- 35  Aheat treatment was carried out in a manner that the mass
ration) were mixed with each other in a mass ratio of 1:4and ~ reduction rate by the heat treatment became 5 mass % or
the mixture was stirred at room temperature in ethanol. Then, more. That. is, each of the. metal complexes and the metal
the mixture was dried at room temperature under a reduced comple;x mixtures was sub]ected.to two-hour heat treatment
pressure of 200 Pa for 12 hours to prepare Metal Complex atban1 alnﬁzed temperature under nitrogen atmosphere using a
Mixtures (BA) to (BT). Compositions of the mixtures are 40 tubular furnace.
shown in Table 1. The tubular furnace used for the heat treatment and heat
treatment conditions are shown below.
Tubular furnace: EPKRO-14R, program-controllable
TABLE 1 . .
opening and closing type tubular furnace, manufactured by
Carbon Obtained Metal 45 Isuzu Seisakusho
Example Used Metal Complex Complex  Complex Mixture Heat treatment atmosphere: nitrogen gas flow 200 mL/min
4 Metal Complex (AA) KB300 Metal Complex Rate of tef)nperature increase and rate of temperature
Mixture (BA) decrease: 200° C./h
46 Metal Complex (AB) KB300 Metal Complex Table 2 shows the used metal complexes or metal complex
Mixture (BB) 5, mixtures, names of the modified metal complex obtained by
4 Metal Complex (AC) KB300 N;Z.tal Complex the heat treatment, heat treatment temperature, and mass
ixture (BC) .
48 Metal Complex (AD) KB300 Metal Complex reduction rate after the treatment. Further, the carbon content
Mixture (BD) (elemental analysis value) after the heat treatment is also
shown.
TABLE 2
Heat
Treatment Mass
Used Metal Temperature  Obtained Modified Reduction Carbon
Example Complex Mixture (°C) Metal Complex Rate (%) Content (%)
65 Metal Complex 800 Modified Metal 9.68 93.10
Mixture (BB) Complex (CB)
66 Metal Complex 800 Modified Metal 11.90 91.70
Mixture (BC) Complex (CC)
67 Metal Complex 600 Modified Metal 6.90 90.98
Mixture (BN) Complex (CN)
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TABLE 2-continued
Heat
Treatment Mass
Used Metal Temperature  Obtained Modified Reduction Carbon
Example Complex Mixture (°C) Metal Complex Rate (%) Content (%)
68 Metal Complex 600 Modified Metal 6.78 91.03
Mixture (BO) Complex (CO)
69 Metal Complex 600 Modified Metal 5.00 90.39
Mixture (BP) Complex (CP)
70 Metal Complex 600 Modified Metal 17.07 90.58
Mixture (BQ) Complex (CQ)
71 Metal Complex 600 Modified Metal 11.11 92.55
Mixture (BR) Complex (CRA)
72 Metal Complex 800 Modified Metal 14.29 93.66
Mixture (BR) Complex (CRB)

Here, modified metal complexes obtained by heat treat-
ments to Metal Complex Mixtures (BB), (BC), (BN), (BO),
(BP), (BQ), and (BR) described above are referred to as
Modified Metal Complexes (CB), (CC), (CN), (CO), (CP),
(CQ), (CRA) and (CRB), respectively.

Comparative Example 1
Synthesis of Comparative Complex
Comparative Complex was synthesized according to the
following reaction formula in accordance with the method

described in Australian Journal of Chemistry, 23, 2225
(1970).

NH,
CoCly
+

refrux, 3 h

NH,

(0] OH (0]
(Cl)

N, /O‘ N

Comparative Complex

Under a nitrogen atmosphere, solution of 1.9 g of cobalt
chloride hexahydrate and 1.31 g of 4-methyl-2,6-di-
formylphenol in 50 mL of methanol was charged into a 100-
ml, egg plant flask, and the solution was stirred at room
temperature. Solution of 0.59 g of 1,3-propanediamine in 20
ml of methanol was gradually added to the solution. The
above mixture was refluxed for 3 hours, whereby a dark
brown precipitate was produced. The precipitate was taken by
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filtration, and was then dried, whereby Comparative Complex
was obtained (amount: 1.75 g).

Elementary Analysis Value (%)

Calculated Value (C,H;,C1,Co,N,0,); C,47.65; H, 5.23;
N, 8.55.

Actual Measurement Value: C, 46.64; H, 5.02; N, 8.58.

Comparative Example 2

Comparative Complex and a carbon carrier (Ketjen black
EC300] (trade name) manufactured by Lion Corporation)
were mixed with each other at a ratio by mass of 1:4, and then
the mixture was stirred in methanol at room temperature.
Thereafter, the resultant was dried at room temperature under
a reduced pressure of 1.5 Torr for 12 hours to obtain Com-
parative Complex Mixture.

Reference Example 1

A change in mass (TGA) of each of Metal Complex (AB),
Metal Complex (AC), Metal Complex (AG), Metal Complex
(AH), Metal Complex (AI), Metal Complex (AT), Metal
Complex (AJ), Metal Complex (AN), and Metal Complex
(AR) upon heat treatment was measured with a thermogravi-
metric/differential thermal analyzer (EXSTAR-6300 manu-
factured by Seiko Instruments Inc., hereinafter referred to as
thermal analyzer). Conditions for the measurement were as
follows: the measurement was performed under a nitrogen
atmosphere (at a rate of temperature increase of 10° C./min),
and an alumina dish was used in the heat treatment. Table 3
shows the mass reduction rate (percentage) at 800° C.

TABLE 3

Mass Reduction Rate at 800° C. (%)

Metal Complex (AB) 37.99
Metal Complex (AC) 38.46
Metal Complex (AG) 44.79
Metal Complex (AH) 35.69
Metal Complex (AI) 30.52
Metal Complex (AT) 42.89
Metal Complex (AJT) 41.13
Metal Complex (AN) 3742
Metal Complex (AR) 37.02
Comparative Complex 50.41

As is apparent from Table 3, each of Metal Complexes
(AB), (AC), (AG), (AH), (AD), (AT), (AD), (AN), and (AR) of
the present invention showed a mass reduction rate (percent-
age) smaller than those of the Comparative Complex. Accord-
ingly, the metal complexes of the present invention have
excellent in heat resistance.
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[Preparation of Electrode]

As the electrode, a ring disk electrode was used in which
the disk part was made of glassy carbon (4.0 mm¢) and the
ring part was made of Pt (ring inside diameter: 5.0 mm, ring
outside diameter: 7.0 mm).

0.6 mL of water, 0.4 mL of ethanol and 20 mL of 5 wt %
Nafion solution (trade name, manufactured by Aldrich) were
added in a sample bottle containing 2 mg of the above Metal
Complex Mixture or Modified Metal Complex was dispersed
ultrasonically for 30 minutes. 4.44 pl. of the obtained suspen-
sion solution was dripped on the disk part of the above elec-
trode, followed by drying at room temperature for over night
to obtain an electrode for measurement.

[Evaluation of Oxygen-Reduction Ability by Rotating Ring
Disk Electrode]

The electrode prepared above was rotated to evaluate the
current value of oxygen-reduction reaction at the time. The
measurements were conducted at room temperature under a
nitrogen atmosphere and under an oxygen atmosphere, and
the value obtained by subtracting the current value measured
under a nitrogen atmosphere from the current value measured
under an oxygen atmosphere was defined as the oxygen-
reduction current value. The measuring device and measuring
conditions are as follows.

Measuring Device

Product manufactured by BAS Inc.

RRDE-2 rotating ring disk electrode device

ALS model 701C dual electrochemical analyzer
Measuring Condition

Cell solution: 0.05 mol/LL aqueous sulfuric acid solution
(oxygen saturated)

Temperature of solution: 25° C.

Reference electrode: Silver/Silver chloride electrode (satu-
rated KCI)

Counter electrode: Platinum wire

Sweep speed: 5 mV/s

Electrode rotation speed: 600 rpm

Current densities at the electrical potential of 0.3 V (vs
RHE) in an oxygen atmosphere are shown in Table 4.

TABLE 4

Metal Complex or Modified Metal

Complex Supported on Electrode Current Density (mA/cm?)

Metal Complex Mixture (BB) 2.57
Metal Complex Mixture (BC) 241
Modified Metal Complex (CB) 1.93
Modified Metal Complex (CC) 2.01
Metal Complex Mixture (BG) 2.64
Metal Complex Mixture (BI) 2.73
Metal Complex Mixture (BL) 2.21
Modified Metal Complex (CN) 2.14
Metal Complex Mixture (BP) 2.17
Modified Metal Complex (CS) 2.39
Comparative Complex 0.14

As is apparent from Table 4, each of Metal Complex Mix-
tures (BB), (BC), (BG), (BI), (BL) and (BP) of the present
invention shows higher current density than those of the com-
parative metal complex mixture. That is, the metal complex
mixtures of the present invention have excellent oxygen-
reduction ability.

Further, each of Modified Metal Complexes (CB), (CC),
(CN), and (CS) of the present invention also shows higher
current density than those of the comparative metal complex
mixture. That is, the modified metal complexes of the present
invention have excellent oxygen-reduction ability.
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INDUSTRIAL APPLICABILITY

The metal complex prepared from using the macrocyclic
compound of the present invention is excellent in heat resis-
tance and acid resistance. That is, the metal complex of the
present invention can serve as a catalyst for a wide variety of
applications and therefore the metal complex is industrially
useful.

Having described our invention as related to the present
embodiments, it is our intention that the invention not be
limited by any of the details of the description, unless other-
wise specified, but rather be construed broadly within its
spirit and scope as set out in the accompanying claims.

The invention claimed is:
1. A metal complex comprising a metal atom and a ligand,
wherein the ligand is a compound represented by formula (1):

M

B
P ;R
(Yl 7! YKW
Q' Q?
."ka2 AR ¢
w2 N
-

whereinY" to Y* each independently represent any one of the
following groups:

oL
/N/\RO( S 0

P
e \R‘*

in which R“ represents a hydrogen atom or a monovalent
hydrocarbon group; P* represents a group of atoms necessary
for forming a heterocyclic ring together with Y* and the two
carbon atoms adjacent to Y*; P? represents a group of atoms
necessary for forming a heterocyclic ring together with Y
and the two carbon atoms adjacent to Y?; P* represents a
group of atoms necessary for forming a heterocyclic ring
together with Y? and the two carbon atoms adjacent to Y*; P*
represents a group of atoms necessary for forming a hetero-
cyclic ring together with Y* and the two carbon atoms adja-
cent to Y* P° represents a group of atoms necessary for
forming a phenol ring structure together with the carbon atom
to which Z' bonds and the two carbon atoms adjacent to the
carbon atom to which Z' bonds; PS represents a group of
atoms necessary for forming a phenol ring structure together
with the carbon atom to which Z* bonds and the two carbon
atoms adjacent to the carbon atom to which Z* bonds; P* and
P2, P? and P®, P% and P, P* and P2, P* and P°, and P° and P*
optionally combine with each other to form a ring; Q' and Q>
each independently represent a connecting group or a direct
binding; and Z' and Z* each independently represent a
hydroxyl group.
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2. The metal complex according to claim 1, wherein the
metal atom is any one of transition metal atoms belonging to
Period 4 to Period 6 in the periodic table.

3. The metal complex according to claim 1 or 2, wherein
the number of metal atoms contained in the metal complex is
1or2.

4. A composition comprising the metal complex according
to claim 1, and a carbon carrier or a polymer.

5. A catalyst comprising the metal complex according to
claim 1.

6. An electrode catalyst for fuel cell, comprising the cata-
lyst according to claim 5.

7. The metal complex according to claim 1, wherein, in
formula (1), the group of atoms represented by P* is a group
of atoms necessary for forming an aromatic heterocyclic ring
together with Y* and the two carbon atoms adjacent to Y*; the
group of atoms represented by P2 is a group of atoms neces-
sary for forming an aromatic heterocyclic ring together with
Y? and the two carbon atoms adjacent to Y?; the group of
atoms represented by P> is a group of atoms necessary for
forming an aromatic heterocyclic ring together with Y and
the two carbon atoms adjacent to Y>; and the group of atoms
represented by P* is a group of atoms necessary for forming
an aromatic heterocyclic ring together with Y* and the two
carbon atoms adjacent to Y*.

8. The metal complex according to claim 7, wherein, in
formula (1), the aromatic heterocyclic ring that is formed by
the group of atoms represented by P* together with Y* and the
two carbon atoms adjacent to Y*, the aromatic heterocyclic
ring that is formed by the group of atoms represented by P?
together with Y* and the two carbon atoms adjacent to Y2, the
aromatic heterocyclic ring that is formed by the group of
atoms represented by P together with Y* and the two carbon
atoms adjacent to Y>, and the aromatic heterocyclic ring that
is formed by the group of atoms represented by P* together
with Y* and the two carbon atoms adjacent to Y*, are each a
nitrogen-containing aromatic heterocyclic ring.

9. The metal complex according to claim 8, wherein the
compound represented by formula (1) is a compound repre-
sented by formula (2):

@
(RY)3

5

F
( OH w
Q Q!

OH
a
X

®Y);3

wherein, in formula (2), R® represents a hydrogen atom or a
substituent, when plural R's are present, these plural R's are
optionally the same or different from one another; and Q> and
Q™ are each selected from the group consisting of:
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(R?)3
5
N A
NZ |
X
®R?);
R3
TR =t
N.
\Xl
H \ R3
S
R3
?(rxz
4
Iy
R6
)
}{‘\Xz
in which

represents a site at which Q> or Q* are bonded within the
compound of formula (2), and in which R? represents a hydro-
gen atom or a substituent, plural R?s are optionally the same
or different from one another, and R?s optionally combine
with each other to form a ring; X" represents a nitrogen atom
or a trivalent group; R> represents a hydrogen atom or a
substituent, plural R®s are optionally the same or different
from one another, and R®s optionally combine with each other
to form a ring; X?s each independently represent a bivalent
group represented by any one of the following groups:

in which R' represents a hydrogen atom or a monovalent
hydrocarbon group; R*, R® and R° each independently repre-
sent a hydrogen atom or a substituent; and R* and RS, R and
R®, and R*, R® and R® optionally combine with each other to
form a ring.
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10. The metal complex according to claim 9, wherein the
compound represented by formula (2) is a compound repre-
sented by formula (al):

(al)

wherein, in formula (al), R'® to R*® each independently rep-
resent a hydrogen atom or a substituent, two adjacent R'%s
and two adjacent R'®s each optionally combine with each
other to form a ring, and plural R'%s to R'®s are optionally the
same or different from one another.
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11. The metal complex according to claim 9, wherein the
compound represented by formula (2) is a compound repre-
sented by formula (a2):

@2)

wherein, in formula (a2), R*® to R** each independently rep-
resent a hydrogen atom or a substituent, two adjacent R*°s,
two adjacent R*'s, two adjacent R*?s and two adjacent R**s
each optionally combine with each other to form a ring, and
plural R*°s to R**s are optionally the same or different from
one another.

12. A composition comprising the metal complex accord-
ing to claim 1, a carbon carrier and a polymer.

#* #* #* #* #*



